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nignificunce of phosphorus in fcruation of, hydroxytetracyclino; -

Z.MZaltseva and N.V.Orlova AL Union Antibidtic Ros.Inst.). Doklady
iked Nauk SS3R, 124, 475C-29(1959)e o , PR |

It w»ec sbown By grovth of Othures of Acte rimosus that add'd P 1n .

the melium ensrgizeéc the eynthe°ie of nuclaic scids, especlally 1! the
IT phere cf nicaller erowth. Acid-inscl. polyphosphates are absca& as

2 rule, but a dirficultly bydrolyzable forin of P aecusulates zc oxtcnt““
of C.8% in the mycelxium. Metabolisa in genoral is stlmulstod by Oxoltt
T ipr the medium, with lucreased yield of volutile acids, AcOH snd - pyragw
:ic 8c 1ds s:jpecia llv. Vowever, ¢xcess : tends to reduce the yi.ld of |

, hydroxytatr&cvcline by 3=0 rold. Addn. of ¢xeess P shlfta the ttnn df

maximun ¥ COﬂtsht in the aycelliua to tha 24 hrse. rethcr than.nnrull

16 hrs. of auretion of culture growthe Cf. Guberniev et als, Antibiot‘i? 
No.3, 8 (1956), | ~ u._n.:osoldpgff, . '
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aou un on the uohnnhn of mﬂu-u and utuinuon of m.»ht«

10 yeast | -
hkhouoh and A.l.lolo:mku. (l.v.l-omnuov atau Univ., Mosocow), Bolh&yv
Akad, Beuk S88R 184. 114749 (1989)- ‘
!Qnt (baker) is. capabls of ucormtiu r” in the presence or anmn-
phml., the inoor)oration boug in thn m-thophooyluu and nid-ulubh -um' :
)hoophom omu-; entry into a1l other P derivs, is blocked, lclonl R
of uutrothuol ruulu in n)id uouu of the stadle acid-sel. M- lﬂ
a rh‘ 1n hbng uid-nel- P, Mnuiutriphosphau astivity a,lu rises
\  rqpidly at this omu uoag with acid-insol. polyphosphates. lvuuuy |
N thn nomnoi. -uu. P Pesses into a labile fora which is net e Pﬂnmm“ 'l
im' ad&aooxutum-;htu Yeast wére also grewn on ndiouun (R) or m .:
u.mun nu.u for 3 hrs., after whieh they werse phua in P»rru mtm
fh‘h mnm rnult- in rapid rise of ATP aotivity to tho 10‘"1 oa )D;Jb :
ph&”non nmuy owing to a ‘direet trnmtu- of )olnhupnn P to tt,q -
umx)h tynu. uhioh then controls the various synthetio mtu. !!u
arth»hu’htb ntivuy rises rnpuly after the transfer uln na« mm
the polyphosphate assivity level 1n 15 min. The possidle p-m o m«»
phuphu ut‘bouu nrc -hm on a suggested chart. s
“ﬂ o B | | \ | c.l.xo-oh,otr,
Prlouum of ’uriua of mloic acids in huhu- ’luts. o ’ .
G.I.amum (A.l.oorky State Unh.. mruv). Doklady Ahd. lnk« ot
'1150-53 (1989), ‘ SR
'-lhlnt and eorn plnnt- were u'm in mutrient media cnd on-uu m -
content. Purine content rises in lpmt- tl:lﬂnx the mnm mu
'l'ho but mou-sor for minu for. -puta with rmv« m«m vu
Ridonucleis aoid hydrolysate was alse rether ofrective. ¢ ¢etunerioa giy)
| (urboxyl ladel ) shows utivb Cu luor)onuon into the mﬁuvn‘t 0N
| ‘-mut- do not uniu meleie aeie muu for -uuu .ou dmun
glycing mormntun involves n«niu lM miu. " .
| 0. .buh’m

b
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Plﬂ‘t mnuh in the roatu I i K)"d R

B. A. nubh and V. F. Gersanova (MY, Lo-omov State vuv.. loun). <
lady Aknd. Bauk 838, 124, $40-43 (1989). -
It was shom that reets of bnn. sunflewer and ultmiul ylun m unna
of synthesising mn and yellow plant pigments in lpmﬂ-toly tn

samg m’ﬂ'tlm as ere found in the plant leaves, nu e rutt o{\&h
xpily. planss. are kept under mmutm. !ku. the bean pl.qu Y
ROTe onmmu than sunflower rhnu. -nm mmtiu ru-n thko;fz'“ Y
amount,, ou-ctouu- are formed to the greatest amc 1n sunflewes 2 |
or iqtvu. m ylants whioh show ' hm mor or uyntnuo «tiﬂtﬁ\ M L
thmma )ulnu also show & hi;h oréar of astivity of utawhn Qﬁ mo-*:

’\

o.l.mqum.\ |

| , K,m B ¥ ‘
lruu nr m:-mmz ruuu on m almloid sontent ant ohlmmlw\
eontent u nutm inerais )hntt lwru. | S |
8. ‘/ u)nom (s.n.nm nus.lu-amm, Moseow) .. bothdy Ahls i -

» 124, u«-«(um. | ‘ | | | A
ﬂ‘n.yh‘ ot m ubm ).luu with ulu- of (u )3 A (1-2%) ror ctnd -
muuﬁl r«uu. resulsed {n hpmud Mh of the plaat and mmau ‘
its pmou mu w soms 50% et up.uu peried of the fruis,

b ' G.I.Xouh’ort;
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Bffect of X-radlation on the content of nitrogenous substances in wheat.
I. M. Vasil'ev, O, I. Parfenova and N. D. Pybalka. Doklady Akad. Nauk SSSR,
124, 928-29 (1959). '
It was shown that 5000 r dose of X-radiation which totelly suppressed the
. growth of 5-6 day wheat sprouts (winter wheat ) does not suppress the
formation of nucleotides and cyclic amino acids in.the plants which form
readlly under conditions which afo normally ravoraq}e for phéetosynthesis
over several day period following the irradiation. The detection of the

‘products was done spectrophotometrioally only.

G.M.Kosolapoff.
Y As
Effect of chroniec y«irradfation on mouse blood. .
\/

E. N. Kopylova. Doklady Akad. Nauk SSSR, 124, 930-32 (1959).
Mice subjected to daily dose of 0060 y-radiation at 0.05-074 r dally
show the Symptoms of leuco~ and lymphopenia after approximately é year,
A daily dose of O.lr produces hyperregeneration of white blood cells
over that period, The small daily doses of radiation eventually cause a
reaction which asuppresses lsucopoesis. '

' G.M.Kosolapoff.

B Ao

Spectrophotometric study of the effect of pH and ionic strength on the
stability of high polymerie ribonucleic acid in solution, |
L. ¥, Ggvrilova, A.S.Spirin and A.N.Belozerskii (A. N. Bakh Biochem. Inst.,
Moscow). Doklady Akad. Nauk SSSR, 124, 933-36 (1959).
It was shown that below pH 5 and above pH there exist zones of instability
of highly polymeric ribopolynucleotide, possibly at the 1ntcrnucloot1d“
P link to the ester groups., Between these limits, the substance is stable
in any lonic strength of acetate, phosphate or glycine buffer sdln.

Cf. Reddl et al. Nature, 180, 374 (1957). '
G.M.Xosolapoff.
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Rxperimental formetion of active variants of Asporgillus nigcf which form
citric acld. ' ‘ . |
A. A. Imshenetskil, L. I. Solntseva and N. F. Kurenova. Doklady Akad. Mauk
SSSR, 124, 925-27 (1959). | ‘

The commaercial strain of A, niger subjected to ultraviolet 1light is pfono
to yleld a mutant form, which forms coloni;s of different shape, whicl;\ has
a smaller dry weight of the mpoeslium, eonsumes more sugar and produces
more citric acid than the original strain ( yield may be as high as ’743% )e

Gluconic and oxalic acid are formed in negligibls amounts by the mutant,
~ G.M.Kosolapoff.
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Structure or erysimoside «- a steroidal diglucoside from plants of
Brysimum species.
V. A. Maslennikova, F. S. Khristulas and K. K. Abubakirov (Plant Substances

Chem. Inst., Uzbek. Acad. Sei. ). Doklady Akad. Nauk SSR, 124, 822-25(1959!
'Papcr chromatography with 1:1:1 MePh, BuOH and Héo solvent system rcsultod

in isolation from the Erysimum glucosides of a new substance named
erysimoside, C 352014,(1), amorphous solid, [ ]30 16.59, which gives the
color tests typical of cardiac g8lucoside of the digitalls group; prolcnged
action of Ac O-pyridino gave an acetyl deriv., dec. 221-23°, [ ]‘?’5 53,9° ,
which appears to be a pentaacetate, which saponifies to I with HoOH-EHOOs.

Hydrolysis with pancreatic Juice of Helix Plectotropis cleaves I to hexoss

and a monoglucoside; the hexose is D=glucose. The residusl desglucoerysi-
meside forms needles, 29342 9 ( from 60% MeOR), without a constant m,.pt.
Frolonged #rying over P 05 gave a product, m. l74-75°, { ]20 52.4° } vacuum
drying gave a specimen, m, iizztﬁx 152-55° + This gave color tests typical
Oof a cardisc glucoside with e S-membered lactone ring; the positive Keller-
Kiliani test indicates that the agluoone is linked to a 2-desoxy sugar.
In the above tornary solvent system this moves with strophantidine (Rt
0.85), but 1:1 Cﬂcls-MoPh Separates these 2 substances. With quo-pyridlna
it gave a diacctyl deriv., m. 242-43°, [ ]20 35.59; no carbonyl group
derivs. could be prepd. Milg acid hydrolysis of desglucoerysimoside gave
an aglucone, primms, m. 176-77°, [ ]19 48.6 (monoacetyl deriv., m. 243°;
Phenylhydrazons, m. 241-42 ) identified ss strophantidine. The sugar
component of the hydrolysis nixturu was D-digitoxose. The results indicate
that crysimosidc is strophantidine (3)& -D-digitoxosidoa -D-glucosidc.
It and olitoriside are diastersoisomerie substances. If the plant seeds
are allowed to ferment for 3 days prior to isolation of the glucosides,
the main isolable produet of the glucoside group was desglucoerysimoside.
The latter appsars to be ldentical with helveticoside (Nagasa et al. Hely,
Chim., Acta, 40, 41 (1957)) end erysimetoxin (Maksyutina, Zhur.Obsh.Khim,
28, 1383 (1958). G.M.Kosolapofr.,
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An ofganospecific liver antigen which is absent in hepatoma.

C.I.ibelev, 7Z«A.Avenirova, N.V.Engel'gardt, Z.L.Baidakova and G.I.Stepau-
chenok-Rudnik. Doklady Aked. Nauk SSSR, 124, 1328-30 (1959),

“xamn. of cytonlasmic liver grunules of mice with transplanted mouse
hepatoma gx¥x (cr. Zil'ber et al. this J. 124, No.4 no PP (195§)) showed
that in hepatoma ths mouse liver lacks an atigan factor (named 4£0), which
under normel conditions shows a very specific rrecipitation reaction and
is found only in the liver. ror isolation of this from normal mice an
ultrasonic iiradiation in veronal-medianl buffar was used, since this
~antigen is mors strongly bound to the ooll-walls than ara other antigens,
This reactsed only with anti-MmP sera and did not react with antihepatomic
-88ra. (MmP-mytochondrial and microsomal fraction of normal liver), A

did not migrete in sleoctropheresis but this showed the presencs in A0 of
a ballast liroprotein. It is suggested that AQ is principally a bolysacch-

81‘1(36. ’
G.M.Kosolapoff,

g Lo

oxidative Phosphorylation in the liver under the action of high oxygen
~Pressure and introduction of I-131,

Z.G.Brcnovitskaya (State Univ,., Rostov-on-Ton), Boklady ~kad .Na uk ”?SR,
124, 1331-84 (1959),

The phosphorylation cosff, was studied in rat livers'under 6 atm, 02 Sressure
ixxxhlcpntannzoxlt§f1§§. The eipts. were run until violent convulsions of
the animals produced a severs state of well-being,. The results ind icate
that prolonged existence under high O pressure dissociatss respiration
from phosphorylation in the liver. High-enargy compds. tend to accwnulete
in the liver and ATP content tends to drop owing to 1its consunption in

the formation of these Substances, as shown by lowered synthesis ef ATP,
Similar expts. with rabbits treated with 1151 showed decreased assimilst-
ion of O and increased binding of inorg. Py with increased liver vhosphore

lation function. G.M.Knanlanaee,
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‘Nuoleotido‘compﬁsition of nuocleic soids of Zombyx mori. t;/lCT'

ﬂ i#eSlsakyan and N.i.Gumilavskaya (i.N.3akh Biochem. Inst., Moscow). Doklady
’ﬂcaﬂ. Nauk _SSR, 126 1154-55 (1959).

The ccntant of puauylic, adenylle, cytidilic and urldilie acids in pupae of
qubyx mori is tabulated. The results agres with the regularities observed
by Chavgaff (Biochem. 3iophys. icta, 17, 367 (1955)). Deoxyribcnuclsic

”g%id content in this organism is rasther loﬁ but the indivicdual distribution
Again'ugrqes with Chargaff's regularities (Bxperientia, 6, 201 (1950))-

G. M. Kosolapoff.
¢

| B A0
Selective inhibition of activity of oxidationnreductton enzvmes in tumor
cells sfter action of chain reaction inhibitors.

No.l.Emanuel, L.T7.Eipshina, I.I.”elevina anc T.B.Lipatova. Doklady Akad. Fauk
SSSR, 124, 115759 (1959). \
The following exXpts. were run in vitro with tumor t1ssues from mice (various

types of' cancerous growths) and rabbits. ¥ropyl gallate acts saloctivcly on
tumor cells mt 0.75, conen., This action éonsists oi* repression of dehydrogon-
uge activity and cytochromoxidese activity. The treated c¢lls cannot be
transplaﬁtsd any longer and retain thelir acilvity as tumor cells,

Y

G.M.Losoleport, \3
v LT
A6

~ ieculiaritias: of alsctron structure of nuclseic acids and their protein conhfh-

' A\
-~ \
X85, } N

C N
L./ .Blyunenfel'd, i.Z.Kalmanson and Shen Fei Gen., Doklady Akad. Nauk sqsn;f
124, 1144-46 (1959). : > - /
Rlectron paramagnetic resonmnce spectea of nuclelc sclds anﬁ their protein
cnmplexes are shown and discussed. While yeast ribonuclaic aciad Shows no
wide band in the spectrum, its complex with serun and ezg albumin show a
very wide and intense band with lorl unpaired electrons per g. The material
remaining in soln. does not producs a spsctrum. The no. of paramagnetic

parciclas 1s constant in 20%382° temp.range down tc 100°K, then drops ‘to zero
' _ G.M.Kosolapoff.
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Reparative processes in the skin of young dogs after introduction ofv )
cortisons and the adrenal cortical hormone principlo. ngLCS/’
AsI.Bukhonova. Doklady Akad, Nauk USSR, 124, 477-80 (1%59) (Vbronczb State
wgd , Inqt )

Expts, with young pups from which a skin section had heen removed whila
eortisona administrqtion was baing mede dally at 20 mg dally (same for the
gcdranal hormons ext.) showsd tha course of the ragsnerativs rrocess, which

1s 1l1lustrated by numerous photographs. Both subatancas disrupt the formation
of prenulation tissues but sccelerats its growth; the tlssue tends to form
superébundant amounts of dense connective tissue with hign collagen content.

Ths process of premature development and aging of the skin 1s observed.,

TBL)}CTI

3eieRublinand M.E.tadygina (A.N.Bakh Blochem.Inst,, Moseow). Doklady Akad.
Nauk SSER, 124, 1163-65 (1959), ‘

é.M,Kosolapoff.

Effect of streptomycin on graon,ccloration of sprouts.

Streptomycin innibits the cytochromcxidascfactivity in Earlcy sproucQ, the
effect being blocked by-Fo of un*?, These effects are directly correlatuble
tr alterations in synthesis of chlcrophyll by the plants. Thus, strcpto-
mycin by its effect of cytochromoxidase tenﬂs to retards chlorophyll fbrmat-

\
jon and the green coloratlon of the sp“outs. Fluorgscence photography of

sprouts of barley showed that the fluorsscence spectra of plants with or ’kf{\
without streptomycin are sigilar provided thaet light were excluded rrom the
growling sprouts. The alvino plants produced by streptomycin show spectra
indicative of transition stages between protochlorophyll and chlorophyll.
Evidently utr.ptomvuin tends to retard this transformation speclfically.

G.m.Kbsolapoff.
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lé&ion of intemsity and ap.c%ral composition of radiation on metabollism
and erop. | ' | . ?B,LCT;V
N.};VoserSOnskaya and G,5.Grishina (K.A.Timiryazcv Plant Physiol.Inst.,
voscow) . Doklady Akad. Nauk GSCR, 124, 469-72 (1959)%
Expts., with kildney bean plants with environment being varied by the use of

various levals of illuminstion with either red or blus lamps, showaed that

"blue light aids the protein ascoumulation in the leaves, the effect being

riore pronounced at light light intensities. The cytochroms system activity 1is
highsr in leaves grown in blue light, as an adaptation phenomenon evidently.,
frotein synthesis is alded by the blue light, this effact leading to 2 rise
in seed crop and that of acpumulatcd nitrogenous productse.

: : G.M.Kosola:off.,
. \

o | 6 J¥en

fg}atiln esnmanations of flowaers and alteration of sex symptoms iu corn.
G.V.lorutskil and s.V.Cherednichenko. Doklady Akad., Nauk 3SSR, 124, 473=-76
(1953). | ,

The ccnnection between activity or volatilb products and sex symptoms changes
iz corn war examined by introduction of radiosctive thiamins into the plants
during tlowering, with subsequent t;acing of later generations. The results
indicete that radiosctive thiamine alds the predominent development of the
stamene~ carrying flowers with & sharf reduction of the activity of the
vclatila oxcr;tions of the individual flowers} the actlvity of the volatiles
from pistilléte flowers rises at the ssme time. Typical plants are shown.,

Irreguler ecrs of corn are csommonly produced.
' G.M.Kosolapoffs
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Boma data on invertase metivity in isolated 1uo‘erno roots. B‘L\o
M.S.Bardinskaya, “.M.Smirnov and V.I.S3afonov (K.A.Timiryazev Flant Physiol.
Inst., Moscow). Dokledy ‘kad, Nauk U35R, 124, 46285 (‘1959).
The isolated lucerhe roots from plants grown ror prolonged periods in starile
medlum possess noblceable apounts of invertase which can cleave sucrosi
and which can accomplish the transfer resctions forming oligosaccharide
covts ining fructose and 1-mothylrruct031dc. The activity of the enzyme drops
by 7 dasys of culturing and at this time the nutrisnt madiﬁm begins to show
& rise in alkalinity. The snzyme concn. is highest in the growth zones of
the rootse.

' G,M.Kosolapoff.

(Vo

Bffect of snvironmental conditions on respliration intensity in cuttings
treated with heterocauxin,
VY.F.Verzilov and L.V.Runkova. Doklady Akad. Nauk SSSR, 1lz4, 466-8 (1959).
Bxpts. with bean plant cuttings which were rooted at 12-14°% or 18-20°
under varlous light Inteansities and with or withour treatment with hotoré-
auxin, showed th 8% the treatment lowers the respirstior level in cutt&pgs
kept at 18-20 with strong illumination in the leaf tissue but raises i&
in the lowcr parts of the stem, this being true during root formation. N

N
The heteroauxin action was lower at lower temp. and lower light 1ntenslty.*\

Thus the heteroauxin effect is sided by higher temp. and more intense light.™.
G.M.Kosolapoff. , \
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Influence of peniclllanmine on decarboxylation of amino aclds by microbial

preparations, _

SeR.Mardashev snd L.4.Semins (I.M.Suchehov lst Moscow Med. Inst.). Doklady
Aksd Nauk 5S5R, 124, 45658 (1959).

Penicillaming added at 10"2-10'4M‘con0ns. to cultures of 3ac. csdaverls
blocks the decarboxylation of lysine, the effect being rsther weak at 10°4M,
but pronounced at 10’2m. B. cole decarboxylase is cimilarly repressed in

its decarbtoxylation of arginins sﬁbsiraté by the presance of penicillamins,
Other microblal specimens gave results thet were notwclaar—cut. Al, Ye, Cu
or 7n lons dc not remove this blockihg effect of penicillemine.

Cr..inell et al . JAC: 76, 4745 (1954). G.4. Kosolapoff.

B io
Participation o alanine in biosynthetic processes in plants.
E./.Shilov and A.A.Yasnikov (Inst. Org. Chem., Kiev ). Boklady Akad. Nauk
SSSR, 124, 459=81 (1959). _
The participation of alanins in blosynthetic processes in plants (kok-sagyz)
evidently depands on the ability of slanina to,form,ﬁcon and NafixME MeC( :NH)X

014-labollod alanine spescimens were traced

cl4

a9 preourscrs for other products.
through the koke-sagyz plants showihg: very rapld uptake from alanine
into the rubber, oallulosic mtter, fatty aoidé but very little in glycerol.
The incorporation of 014 from alanine.iﬁ carotens is relatively slowe. The
rossivle reastion courses are d;scussod.

G.M.Koso lapoff.
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 The paths of influence of ionizing rgdiation on the content of free nucleo=-
tides and nucleosides in bone marrow cells.

V.Ya.Brodskii, E.Ya.Graevskii and I.A.Suetina (A.N.Severtsov Animal Morphel.

Inst., Moscow). Doklady Akad.Nauk SSSR, 124, 440-43 (1959).

X-irradiation ( 700 r )’of white mice at 94 r/min. results in decline of the
nucleotide content in ths animal tissue, whether directly irradisted or
. geresened from direct radiestion. The results were chown graphieslly.

Cf. Brodskil et al, Blofizika, 3, 92(1958). G.M.Kos0lapoff s

| | B
Klectrophoretic properties of soms protein components of blood clotting.
B.A.Kudryashov, G.V.Andreenko and G.V.Kukushkina. (M.V.Lomonosov State Uﬁiv..
Moscow). Doklady Aked. Nauk SSSR, 124, 45255 (1953) |
Eleotrophoretic sepn. of X and VIX blood eotting factors isolated from
sera of horse and rat blood was studied and the electrophorograms are showne.
- Pagtor VII is inhomogeneous are shows 2 bands indicative of '« and y-globulins
with the i:ig:i prcdodinant. Factor X 1s practically complstely composed of
Y=g lobulins. Almost 100% of factor X protein sand 81 of factor VII protein
is collected in the slectrophoretic pesaks. The results indicate that factors
¥II snd X and thrombotropin sll have different slectrophoretic mobilities.
Thrombotropin is homogeneous and is composed of.  ~-globulin. It is possible
that factor VII 1is blood thrombokinese and thrombotropin, these belng the
immoblle and the mobile fractions, respectbvely, in electrophoresis,

G.M.Kosolapoff,
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Nitrogen bond equivalence in tetramsthylammonium bromide.
A. T. Babaysn, M. G. Indzhikyan and M. B. Neiman. Izvest. Akad. Nauk SSSR,
Otdel. Khim. Nauk 1959, 174.

01432"!05!!81' was prepd. fron (Cl‘H SO, by treatment with KBr and lltsu.

3)3 4
the last reaction being run at -80°, The resulting product was tresated with
K in HHS over 1 week; the resulting CH4 was analyzed for 014 content.

The resulting llosl was converted to HOl salt and burned for 014 amlysis.

It wes shown that the evolved CHy carried 23% of 014, while Mcsﬂ contained
78p. Thus the work confirms the eﬁf;_;,iv:alent nature of N bonds in Me 4NBr.
G.M.Xosola poff.
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A synthesis of 1 s1l=-dicyclopentylethane and 1 2-dioyclopentylpropana based

on cyclopentndisng.

V. I. Stanko and a. ¥, ©late (N, D. Zelinskii Inst. Org. Chem., Moscow).
Izvest. ikad. Nauk ,%'R, Otdel. Khinm. lauk 1959, 115-120.

To 4C ¢. Mg under Etzo there was added a mixture of 75 g€+ 2tO0Ac and 174 g,
-2—0yclonantenyl chloride in Btzo, after refluxing for 3 hrs. on che Tollowing

day, the mixture was treated with dil, Héoo ®& yiclding 58 g. bis- -(2-cyclo-

(I)
Pentenyl), b 1¢ 65,69, qgo 1l.4941, dao 0.9072, and 22 g, bis-(z-cyclopentanyl)-

xuxhtnnimsthylcarbinol b6 113-22° ; repeatea fractionation finally gave but

6 z. of the purs carblnol, b3_5.5 104.5-105.90, 1.5121, 1.0014. Hydrogenatipn
of I over faney Ni in the cold in EtOH gave dicyclopentyl, b.750 189.5-89.7°,
1.4650, =, Fart of this was purified by paasssge over 310 ’ tho other was
frozen out; the pure product had fope =335,59 to -35,6° ¢ nD 1.4043, dso O. 8656,
bpso 189.5-136, 79, ﬁxtﬁxixxxin;lnxxi Reaction of AeCl with cyclopentene gave

methyl cyclopentyl Ketone, b 157 ,5-58° » 1.4432, 0.9161. This condensed

749
with cyclopentadigne in the p:csonce of BtONe~EtCH in 2 hrs. gave a crude
product whdech was dirsctly hydroganated over Raney Ni at 90° to 9% 1,1-
dicvclopentylethane, b 95-100° s 1. 4740 0.8780. Alternatively, hydrogenation
of methyl cyclopentyl ketons over Raney N1 at 90 atm, and 150° gave l-cyclop-
entylethenol, b, 160-52°, xxg£22yx@x9x8kx 1.4570, 0.9189, which with HBre
By20, at 09, room teup. ant fina.ly at steem bath temp 2 hrs, gave l-bromo-
l-cyclopentylethane, 39%, b7 5 49-50° » 1.4878, 0.2628, which was converted

to the Crignard reagent and treated with 2—cyclopontcnyl chloride, yieldimg

a suall amount of l(z*cyclopsntcnyl)-l-oyclopontylothano, bg 96. 5-97°, 1, 4855,
0.8988, which hydrogenated over Reney Ni to 1 l-dicyclopentylothano. 21%, b1¢
102-102 5%, 1.47387, 0.8782, Reaction of cyolopontylmagnosium bromide with
allyl chloride gave 57% allylecyclopentane, bpgg 125,8-26. 2 » 1.4408,~«, whioch
with HBr at -30° gave Sl 2-bromo—l-cyclopentylpropana, b50 99,.5° » l.4818,

l. 2126 which converted to the Grignard reagent and treated with 2=-cyclopentyl
chloride with ico_cooling gave. in 2 hrs. 55.5% 1-(2-cyclopentenyl)-z-cyclo- |
pentylpropens, bjg 122.5°, 1.4796. 0.8832, which hydrogenated over Raney Ni

e Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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to 50% 1,2-dicyclopentylpropans,

o .
bl4 117.5-18 , 1.47041, 0.8695, purified

by passags over 410, and -careful fractionation.

G.M.Kosolapoff.

. . ‘ A, ; A ol °L " . ]
Crgoic AL o
Action of Rahey niockel on ketones and acetals of ths thiophens series.

Ya. L, Gol'dfarb and F. A, Konstantinov (N. D. Zelinskii Inst. Org. Chen.,
Moscow). Izvest. Akad. Nauk 3SSR, Otdel. Khim; Nauk 1959, 121-29. Cf. this
§. 1956, 992, | |

Stirring 11 g. t-butyl 2-thidnyl ketone and 80 g. Raney N1 in EtOH-CgH, 18

hrs. gave 414 Me,CCOBu, b. 164-66°, n§° 1.4183, 4_. 0.8211, whose 244 -di-

20
nitrophenylhydrazone, m. 117.5-180. Condensation of 3.36 ge. 2,5-dimothylthio-
phene with 5 g. 2,5-dimethyl-3-thiophenecarboxylic chloride in 0636 in the
presence of 7.5 g. Sn¥ly gave 91% 2,2',5,5'-tetramethyl-3,3'-dithienyl ketonms,
m. 63-54° ( from eq. EtOH ). Reaction of S0C1, with 2,5-bis-tert-butyl-3-thio-
phenecarboxylic acid gave the acyl chloride, 90%, b7 129;509 which with
2,S-bis~t¢trt-butylt?iophenn in the presence of 4nCly at Oo, finally at room
tenp., gavo'BO% 2,2'¢5,5'-tetra-tert-butyl-3,3'-diethienyl ketone, m. 213-18°
(crude), m. 221-22° ( from EtOE ). Refluxing this with Raney Ni in EtOB-OOBG
gave no evidenoce of rcaétion even in 18 hrs. S3tirring zi:ﬁ e POCls, 21.2 g
FPhNMeCHO 0.5 hr. at room temp., addn. of 24 g. 2,2-di-(2-thienyl)-butane and
keeping the mass overnight gave after an ag. treatment 64% 2-(2-thienyl)-2-
(5-fornyl-2-thlienyl)butane, by 160-62°, 1,6120, 1.2016; oxime, m. 103-104°,
Refluxing 10.8 g.'2-ﬁhiophonogrboxald.hydn. 10 g. (GHZOH)z and 0.2 g« p-Me-
CgH SO4H in CgH, with continuous removal of B0 over 16 ars. gave 81% 2-
thiophenecarboxaldehyde ethylens acetal, bpog 121-22°, b15 110~-119, 1.5438,
1.2395, Similarly was prepd. 5-(2-thenyl)-2-thiophenecarboxal@ehyde athylene

acetal, bs 178-810, bg 179-80°, 1.,5992, 1.2789; S~butyl-2-thiophenscarboxalde

. : Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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3
shyde ethylens acetal, 77w, by 182-53°, 1.5190, 1,0987; 2-(2-mxkthienyl)e-2-
(5-rormyl-2-thineyl)butens ethylene acetal, &k-, b, 187-88.5°, 1.5827, 1.2094.
Treatment of Z2-thlophenscarhoxaldehyds sthylens acetal with Ranay Ni in Etao
12 hrst gave 42% valeraldehyds athylene acstal, LI 53-550, 1.4211, 0.9269.
Silmilarly 5-butyl-2-thiophenecarboxaldehyde ethylens scetal gave 58% ﬁelarg-

l o
onaldehyde ethylens acetal, t 113.5«15.5 , 1.4400, 0,9002, which on hydrol-

°17
ysis gave 2,4-dinitrophenylhydrazons, m. 106-107°, which agreed with an au-
thentlic specimen from pelargonaldshyde (ef. Strain, Jx€s 57, 758(1835))
5-({2~thisnyl)-2-thiophenscarboxaldshyde gavel35ﬁ capraldehyde ethylens acstal,
biy 121-24°, 1.439C, C.8923, 2-(8-€£i:ny1)-8—(5-formyl-2-thiony1)-butano
. @thylene acetal gave 43% O-methyl-Z-ethylcapraldehyde ethylens acatal, by 128
32°, 1.4530, 0,9024; the hydrolyzed specimen gave the 2,4-dinitrophenylhydra-
zone ©f the free sldshyde, m. 64.5-65.5°,
) G.M.Kosolapoff,

O rge
Micro determination of the earbonyl group by oximation methed.
V. A, Klimova and XK. S. Zabrodina (N. D. Zelinskii Inst. Org. Chem., Moﬁcow).
Izvest. Akad. NMauk SSSR, Otdel, Khim, Mauk 1959, 175-76,
The fodlowing mioro detn; of CO groups 1s describad; it is accurate withinm
0s2%. To 5 ml. of reagent soln. { 0.7 g. HONH,.HC1, 10 ml. H,0, 0.5 g. |
'(HOCHZCHZ)Sﬂ and 96% EtOH to give 100 ml,) was added 5-10 mg. of sample
and tihe whole 1is kept 0.5 hr, at room temp. along with a blank, Then 2 Qi;
setd, NaCl soln. was added and 3 drops of indicator soln. (0.l g. bvomo-"\
phenol blue in 100 ml, 20% BtOH ) and the sﬁln. 1s titreted with 0.02N HCL
to blulshegreen color. To get a better color métch with ths bluank. thc‘
test sample soln. is dild, with H,0 whose volume is about equel to ths vol.
of standerd HCl indicating the difference between the 2 titrations and the
content of CO is caled. with due allowance for this diln. A variety of
carbonyl compounds were éucoessfully enalyzad in this manner (table shown).

G.M.Xosolapoff.
Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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Esgigggqnong and Hg{0Ac), In C.H, at 70° gave 92, oily diphenylacetoxy-
zhismxzmercurimethane, which graduelly decomposed to “haCO aad Hg; with

o Ce CaCly it gavae d1pheny1ucatOXychlorom.rcurimethane, a s80lid whieh

ls rapidly Zecomposel on standing or én Ltrestmert with alkulies; with alo,

' ] e ¥ ¢ g 0 R
KCH it gavse PhECO awl Hr; on heating_bo 1007 it zave Hg and rh‘CO. Similer

o

58 ¢] i.' 1 9 N 8 § - ' ¥ - N v S ey e 1'.“
resction of H (QAc)d ir CaH6 with o szcﬁﬁécﬂo hydrazona zave 80u oily, |

unstable o-nltrophenylacesoxyscetoxymercurimsthana, which with &lc.CaCl.
5

,ra2ve g vellowlsh solid o-nitrophenylacetoxychloromarcurimathana, dec. =hove

<0 . L | _
1757 (from aq. ZtOH ); with sle. KOH it gave Hg and the criginal sldehyvde.
G Mse XOSOlapotr,
/ \
NG I
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A 6rror. /bzxy’ iib
e Nikitima. -hur. Obhskchel Khim. 29, 696 (1959). "

The paper im this j. 26, 621(1956) oontains an error. At 109° the acid
uesoribed thereinm sh |
should be a hydrate l’[P(WZO’)s].Glzﬁ. not ~.K20.

C.M,Kosolapoff,
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Extraction of ruthenium nitreosonitrate by esuvw.. _._ WL""W )

A. V. Nikolaev and N. M., Spitsyn (Inorg.Chem.Inst., :‘iberian bection, Acad,
Scd). Doklady Akad. Nauk 5,5.5.,R. 127, 117-9(1959),
Extn. of Ru nitrosonitrate from XN H!lt?3 was performed with (Bul) Po, BuP(0)=-
(Ollvu)z and Buzr(o)onu. The efficioncy of extn. increased considerably in
the above order of extractants, the last substancoe heing able to of foct a
88% extn, At very low conc:i.s of the extractants in the'orz. phase, the
results were ‘rclatiwlylclom to sach other, It is sugrested that losc
groups should give the highest extn. efficiency. Cf. Burger, J, Phys.Chen,
5, 62, 520 (1958),

G.M.Kosolapof?,
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B
xtraction of nitric acid by derivatives of butylphosphonic acids
*

A. V. Nikolaev, 5, M, Shubina and N, M, Sinitsyn (N. 5, Kurnakov Inst, G
Inorg, Chem, ). Doklady Akad, Nauk S.S.S.R.v127b 578-80 (1959), cf 'Bo. '°“.
J. Phys, Chem, 62, 590 (1958), I
It was shewn ehft u#ﬁs 1-‘extd. from aq, sbln-.'prograqnivoly batter ﬁy
hydrocarbon solns. of (Bu0),ro, BuP(0)(0Bu),, Bu,P(0)0Bu and Bu,ro, The
results are shown graphically and tabularly at different noncn-? of the
extrf.zaét- in the hydrocarbon medium, Only BuP(D)(Qnu)i used at cencn
abeve 504 in the hydroccrhonvpolvonc shows a declining officiency of o;tn
of uuozg this £s net shown by the other substances and no explanation farﬁ
this phenomenon is given, The extnss were r™un  from N HNO ‘1n the presence
of 30 g./1, uranyl nitrate, Bxtn., with lu3P0 in hydroenr:on sSystem gave
& 2nd erganic layer evidently of a complex between Bu,P0 and HNO } this
was not ohserved i{f the org. fluid was CCI‘. At conc:; range orzo-soz of
the extractant in the org. phase, there is a decline of extn. of HN03 in
::o.::::::c:f::;:::0:::'1:fp:::i:¢Pf::- (lu0)3P0 té '93Po' this being caused
Ce nked substancea to extract U and to
tndorge a displacement of the sorbed HNO, by tho uranyl groups,

G.M.Komolapof?.
Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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I. V. Tananaev, G. B. Seifer and H, A. Ionova (N,i,Kurnakov Inst. Gen. Inerg
Chem. ). Doklady Akad. Nauk S.85.5.R. 137, 584-5 (1959)e

Heating nhc15 with large excoss of_NH‘CI finally teo 250-60’( removal of
unreacted mate: ials in vacuo at 325%) gave a yellow-brown solid which is
slewly hydrolysed by H,0. The substance is closs to NbNCl,} d,, 2.05. The
thermogram of decompn. under A gave an oqdothornic offoct at'420-60', when
NbN and C1, are formed., The substance is anisotropic and has very high n.

G.M.Kosolapeff,
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Synthéntn of some triethylsiloxyalkexytitanium compeunds, (>/L?‘}ANMG/

K. A. Andrianev and V, V. Astakhin. Doklady Akad. Nauk YeSeSeR, 127, 1014-8
(1959). cf. Ixvest. Akad, Nauk SSSR, Otdel . Khim, Nauk 1958, 644,

Slow distn. of BuOH threugh a fructionating colusn from 105.6 g. Bt 4 540H,
136 g. Ti(0Bu), and 0.02 g. Na gave 34% (lu0)211(081825)2, b, 182% d,,
0.9517, n2’ 1,4758, Similarly, 68 g. T1(0Bu), and 79.2 g. tySLOH with

0,015 g. Na gave 903 BuOH and 46% (8,510),T108u, by 174-7°, 0.9378, 1,468),
Similarly 113.6 g. Ta(orr)4 and 105.6 g. Bt,510H with 0,02 g, Na gave 95%
Prod and 21% (Pro), 71 (0518¢,),, by, s 144-6°, 0.9680, 1.4800. Cf. Brown et al,

JACS 79, 4616(1957), :
G.M.Kosolapef?,

ory”
Estors oflthioboronic acids and some of their transformations.
B, M, Mtkhaiiov, T. K, Koszminskaya, N, S, Pedotov and V, A. Dorokhov (N. D,
Zelinskii Inst. Org. Chem., Momcow), Doklady Akad. Nauk 5.5,5,R., 127, 1023-
3,11959). cf. Izvo-t.Akad.Nauk‘885l, Otd. him.Nauk 1959, 172,
géf;uxing 20.5 g. PrBBr, and 23 g. BuSH 13 hrs. gave 90% PrB(SBu),, byq 149-

. 59%, 4,0 0.9106, n3® 1.4956. siailarly was propd. 88.S% BuB(SBu),, b, 148-50}

049045, 1.4936; 80% 1s0-AmB(0Bu),, b, 153.5-4°%, 0.8988, 1.4871; 53% PhB(SBu).
by g 137.5-8,5% 0,9868, 1.5464; 69% Ph,B5Bu, 57\173~ao°, 1.001, 1.5871; ‘
80%(1-C, oH,) ,BSBu, b, 245-7°, Heating 11.6 g. is0-AmB(SBu), with 2.68 g,
(cuznnz)z 2 hrs. at 150° gave 904 BuSH and 85.5% 2—1;oa-y1-2-bora-l,3-dia:-
olidime, by, 80-1%, 0.9165, 1.4872; this formed in 775 yield from 14 g.

~ 1s0-AmBCl, and 11 g, (cuzunz)z in £t,0, PrB(SBu), siwilarly gave 83,5%

2~prnpy$~2—bora-1,3-d1aaolid1no, bzs 67-8°, 0.940§, 1.4941. Passageof uﬂs

over 40 min., into 10.3 g. 1¢o-A-B(SBu)z gave 84.5% BuSH and 87.7% B-tri-

isoamylborasol, ”0.1 114~-5.5°, Sim{larly PhB(SDu)2 gave 95% B-triphenylbor-

'a:olg ?. 178-80°. Heating 9.¢‘¢. Phn(san)z and 6.1 & Btznn 5 hrs, at 95°

gave 80% PhBNEL,)), by ¢ 115.5-6.5% 0.9406, 1.5183. Ph,B5Bu and iso-BuNH,
in 1 hr. gave 50.7% Fh,BNHCH,CHNe,, by 161-3°,-,1,560. Ph,BSBu and MM,

Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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Syntheaisiand transformations of oxygen-containing organoZilicon compounds,
8. Synthesis and properties of low nolecular'weight ethers of nethyl-q-
naphthylsil anediol. )

M. F. Shostakovskii and Kh, I, Kondrat;ev (N. D. Zelinskii Inst. Org, Chenm,
Moscow). Isvest, Akad. Nauk S,S5,S.R,, Otdel. Khim. Nauk 1959, 1041-8,
cf.1956, 970,

Addn. of 31 g. 6—61011751)1661 ( b g 123«—5 » d20 1.2357, n 1 6026) over
1.5 hrs. to 125 ml, nzo, 0.14 nole Mg0 and 130 ml, Etzo at 0° gave on
evapn., of the org. layer 88.4% crude u-0103781No(0ﬂ)2 (X), contg. H(0SiMe-

cl°n7) OH, This distd. with BuOH gave 20,3% a-C, oH 7sgna(onu)2, 3} -15 196-

204% b,_ 2.5 168-70%, 0.9987, 1.5270, 37.7% (c-c10n781M.0nu)2o,_b14_15297-

312% b, 238-44°, 1.0730, 1.5995, and 26.7% Buo(C, R 954M00) s Bu, b, .o 348-
52°, by, gz 297-304%, 1.1183,-, Decreasing the amt. of BuCH tonds to

reduce the amts. of the iﬂgﬂ complex products, the main product being
nuo(c10 751Ne0) B, b, , .. 367-84°, by 5.z 334-44°, 1.1448,-. Reaction of
a-Cloﬂ781MeC12 (228 g.) with BuOMa ( from 42 g. Na) in MePh at 11-19° gave
86% a-C) H,51Me€0Bu),, b, , . 166-72%, 0.9987, 1.5268, and 5-6% IX. Addn.
8 49 g. BuOH of 40 & ¢-016H781M0612 over 3 hrs., at room temp. in vacue
followed by 2 hrs. at 35-76% at 32-40 mm. gave 47 g. Cl-contg. product
which treated with BuONa gave some 010 89 60% a~C, o 7SiMc(OBu)(I§i3 115

IX. Heating IIX with H,0 gave no hydrolysis in 1 hr. at 120-30°; the

result was the same in H,0~BuOH nmixt,
. G.M.Kosolaporf,
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decomnn, of Alazomathung, diazobutang, Ciszuethane., and poly-p-iso=-
propvlstvrene, The kiietic curves ure rewvroducsa. in ganeral, side-
chains sre sites for cctive oxid=tion and thair Presence increases

O urteike very ccraicdar-tly, The 2lichaticallv branchea polivmers show

evidence C1 sona crocs linkin- Avurine ths oxideation, this heinc evie

dentlv cauvead by O«briduine duringe the redical reaction. rolvstyrane
aia not show-thiw bzhavior in the zronr of nolvmars studiad.

.M. Kosolayvoff,

\
byrthecsis o Tarrosers lovivagiyas with ﬂ,M-aimethv.aminomethvlfarroccne

Petnionldg,

‘

AecavasiravInov, W.5,-erevalovse, Tememdnilnvitseva ang WedWstrnyuk { V.
Lomnonosov Uhete Taiv,  Vedeoy) ., Jo'ludy k24, Hank SGSR, 124, $31-%4,1959]

“99tine 1.1 g, “yh=Timethvlsainonet hylPerroc sna methiodide and 1.5 g,

ﬁa’toﬁ.VH,O in oC 1, .07 brs, at BUC, tre~tmint with g (0H) ,

- ~

rewovsl ¢ sxcass Le 1ty C0.., conen. of tha 1ltrate, sava 770 Ny
Tarvocenylmsthaneculforata monchydrsta, crvstals (from Hgo or ﬁﬁOH )y
coes et 1. £530Y, I :nA e Kul¥ in % onpe, of vafluv 2rve 45, fervcow
cenvlaztl 7l ttiocyevnsts, m, 59-810 (frem nstr. ather). I with £hud

et @0k in & %rr, at 80-00° “2ve oitzr usval ar, trestmrant 30,

phenyl ferrocenylesrbinol ether, m, 156-300 ( froa pate. stasr). . imie
1»rly was rrepd, SenATELRY)L ferrogenviasgrbhined sthsr, dec, 121-230

{ frei tetr. ethar Yo To 7.5 2. p-POCGHik?%h in 5. NaOH was addagdg je
solr. of 1 o T and sfhar o0 hve, -t 100° thers forned & wpt. of KO
p-perrocenvimethoxyazrharzens, dac, 14%.5-147,50 { from Csﬁé). To 20.8 g,
EtSNH in 50 al. 1e02 wog addad‘d.i “o DRTAIVOMulognyds snd 1.y g,
ferrocsns; after 1u Mre, at 20-1000, thig was 4111, with HeO, *iltared

from unraactad fermocens, the a,y, 3011, mrda Alkeline 2n~ extd. with

tn0, vieldine scme 2re ot

(0]

arcietillabla N,N-diethvlaminomsthylfe:rocene,

isolated es methiodide, dec., 159-62° {from &tOH), Heating 30 g. methyle

Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5



'E P(i‘ 13 on.ittud. thw yiold ar t‘.hﬁ mno-dcriv. 605 tvc%,,f'fxr iao
aa the mthiodia.).. xr tho rnutién u rim ot 110-150 10 h.rs “tha

52%; xoauctlon or II wich ﬂnuﬂk scv- 75% dimathy&fc*tﬁciﬂim h"

‘ .5982 (J.ntrarod smtm Mlmﬁul; ;
Thc sﬁectrum 1ndicatas that thq pmoduct is homoannular and that uh.

Me groups are probably m l.s-pcqitions. '7 - :
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Fluoroorganos illoon compounds. Addition reaotion of alkylchlorosilioon

hydr ides to}l,l,z,z-tatrarluorocthyl allyl ether.

A+ D, Petrov, V. A. Ponomarenko, G. V. ggabashyan amd S. I. Krokhmalev

(N, D. Zelinskil Inst. Org. Chem., Moscow). Doklady Akad. Nauk SSSR, 124,
838-41 (1959). Cr., 121, No.2 (no pp) (1958).

Heating 40.6 g.'c1551n~u1th 47.5 g. CH,:CHCH,OCF CR.H at 161° with 0.3 g.

1% Pt=C 3 hrs. in autoolave gave 58% 0133103 CH,CH,0CF ,CF e Dps 186°,
20 1.4335, nD 1.39%4. Similarly were obtained: Cl SlM.Cl‘zCHzaCP Cl‘ H, |
35%, bpso 190.1°, 1.3140, 1.3960; 01i§13tcn oCHoCR,0CF CF_H, 63%, 749207.2‘.
1.2637, 1.4033; 40% 01231Prcnzcxzcnzocr CF,H, by, 10 1°, 1.2484, 1.4062;

and 46% MeEtC1S1CH,CH,CH,0CF,CF,H, b, o 199°, 1.1681, 1.5956. Resotiom of

Mostzsw and the above ether oecurred exothermically in iso-Prog whon
HpPtCl, soln. was added to the components and gave in 30 min. 28% lhlt 31-
cuzcnacnaocracr H, bnao 196, 5 s 10422, 1.3930. The above. halogln dcrlva.

gave with MeMgBr: 58,9% Me 5> 1CH,CH cnzocrzcran, breg 156°, 1.0453, 1. 8732;

" B87.5% unaxt31cnzcn"ca ocy crgx bvag 176°, 1.0402, 1.3830; 57.3% Me PrSi-

CH,CH,CH,0CF ,CF K, b, 193°, 1.0267, 1.2886. Me 5S1CH,CH_CH _OH was trnatod
with Na and the product Nsxkm& in autoclave with crz.crz at 10 atm. ‘gave
48,7% mSSICHBCBZCHzOcrzc’zx, identical with the abovs. n.381cnzcxzon‘

: 0 v
stuilerly gave 1.7 M SiCH,CHOCF,CPH, b, . 157°, 1.0427, L.o7se.

Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 80lapeff,



Ll.. ..

Approved For Release 2009/05/01 CIA RDP80T00246AOO8400030001 5 .
O omac-

Roactions Oof hexafluoros~l S-butaﬂieno vith eleohols and amines.
I.L.Knunyants, B.L.Dyatkin and L.S.German (Inst. Hetero-Org. Compounds,
Moscow). Doklady Aked., Rauk SSSR, 124, 106568 (1959).

Keeping 21 g. haxafluoro-l,B—butadienqx}n 200 ml, sbs. EtOH contg. 4.8 g. Na

- with ice cooling 1 day rave,after quenchinz in dil. HCl and washing, an oil

which evolved some HF during distn. and yielded 18.9 g. product with byn 45«
83°, Troated with silica gel, this evolved more HF with heat evolution. On
the following day the product wes taken up in Bto0, washed with H5C and
distd., ylelding 41.8: 1 s4-dlethoxyperfluoro-1, 3-butadisne, b 17 83-85° "D
1. 871, d,, 1.1685 (Infrared spectrum shows a bend at 1740 cu™! ). Tnis

( 9 ¢¢ ) $n 2C m1. 05201B was treeted over 2 hrs., with 2.5 ml. concd. HESO¢
and ufter shaking severzl hrs. and stamding overnight, the mixture vialded
after an aq. treatmant 83.6% di-Bt fluoroothylonedicarboyylate. BEt0 CCF:CK-
CO,Bt, by o 74° o 1.4330, 1,1456. X ( 6.2 g. ), 6 ml. dry @K MeOX and 0.8 ml,
Bt N were heated 4 hrs. at 90-100° 1in steel ampuly sfter treatment with ail,
HC1 there was obtsined B0 1-mathoxyhydroporrluoro-9-buton¢, Me OCY cr CrCr-u,
By 45 3031 s 1.3030, 1.3696 (infrared spectrum has a band at 1700 and 1730
em=l ), Sinilarly RBtOH gave 53.5% BtC analog, b144 48.5° s 1e3270, 1.3090
(infrarod spectrum has bands at 17%0 and 1790 cm ). Addn. of 16.2 g. I with
ice cooling to 18 g, Bt ,NH in Ft. 0 over 0,5 hr., stirring 1 ur., followed'

by riltration and distn, under N, zave 81% l-d1ethylaminoporfluoro-l,3-

butadigne, b__ 45° » 1.3960, -, containing 9.29% hydrolyzatls ¥ (infrared

R
apectrum.haslbands at 1710 and 1800 omfl). This shaken in Bt. O‘with IZO

a few minut.s gave 86% CFQ.CFCFRCOMB, 3.? 63, 5° sy 1.4110, 11,2428 ( infra-
red spectrum has bands at 1660 and 1800 em ). Resction of I with piperidine
in Bt-0, run as sbove, gave #RE after an aq. treatment 48 C¥F 'CFCFKOO.(ng)s,
b5 940, 1.4420, 1.3203 ( infrared spectrum has ®ands at 1660 and 13800 cm 1).
8imilar reaction of ¥ with rtNHé in Bt o0 gave after treatment with ice-HC1l
@ low yield of BtNHCOCF:CHCONHEt, m. 195° ( from Bt;0 ) and a little CF,:CF-

O!HOOIHIG, m. 55-56° ( from octane).
: G.M.Xosolapofe.
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8 | o
‘ "nq. o uv;cnrur e :tm lhtn. ao.# t.tadiﬂuroiodobcum. b, 175-"
b“ 'lb ’ n9 l;bb’h Bromination of »c‘x‘r, in the )rnonu of Te gan
. arur 1 day st room temps 90,7% z.t—uﬂuorobrombonunc. be 145-45' u}‘
ll.aou. ‘rhia was sonverted to the Grignard reagent by ruotim with M
in the pruonu of oqumhr smount of EtBR by utnlnnnt uv.nu; tu
soln. was trutu with cocls under l end finally treated with ca .m
at 0°, warmed to room temp. for 8 hrn. and Qhenched in Lee-m01,. ymam
| 57» z,Mirluormrronc vhich was noht'«l only as tho ub@o-uo. ulah val

| ucntiul uth tho ons dosoribod abm. ”10 111-18 'c l.\to»hporr‘

2 'a,«-mnm —tluorontnoms;ﬂirluor -alrlnorutyrcm- SE
" Ibsd. 719754 | o | | ‘ |
il'm:ntion of B,Mirlumeowmwu at 0%, finally " hrs: at reom. i.n °“
;&u 90.11 z.yuflmo-‘ﬁ./ﬁ-ubrmntnlum. b, 104-1.05‘. ah (“.l c)
‘m mm dropvuo ovcr S hrs. at 160° and 16 mm. to @ solns )rcpd-
&u,a g ¥ and 170 ml. dry glyserol (h«toﬁ 0.5 hre st 1oo° mcr puuny
e lnmvlne vuun)l mthﬁr hut:lu to 186° at 9—10 m. uvc . dutuh“
or 10$ s,hdirlwn?é 1r1uorococto;mono. b” Pl oz " ng 1.4694:
¥his was obtained in 48.3% yioid oy truf.unt ct I,‘-l‘aﬁ‘lsl! ™ ltsb .ﬁ
«75° with ethereal Buli solns; followed v r'm,x. stirring. 10 nia, m
~ quenching An 1ee} the m«mt. L 90-90.5 . nn 1.4694, leuu n: Wis
o with lclh in aqsFa0B-Me0K gave after 1 br. at under s0° lnd quul{h‘ h,
ag. NaOX, 90.3% a.4-urmoropunynmmoumy1uruno1. b“ 208, u:' e
/144582, which With 5001 -pyridise et below 28°, finally 1 hr. .t aof o
after an aq. treatment vmli a.w,c,nsmxcna. LT 81-63 o n, ¥ 0‘. ;
This (-13.3 g.) heated earefully with 035 g. powd, ou. 6.15 g Bm agat
and 86 g« AckE, to 8s®, cuu m‘ 0.8 hr. gave after gwuuu h q -
,83.“ 8,4-¥g0 lsﬂxw. b‘o 65-67"‘ n' 1.4800. l“.ti'l Of 8'0 Ilq fini
m in Btg0 with 38.6 n .hl"colsh and 13 g. r,m,i as abov,ﬂ\_;f"\

. o 20 k!
. “ 85“’8“..‘°mng. bu 95"”05 » ‘D 1‘“83‘ the l‘l‘ f”“‘ “\
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" yield frem -0 N ¥ and AeOL, in the presense ot Alﬂla; in Glaa - w—n’

“ 1.4683, along with a fraction, by 64<65.5°, The ketens treated um

, w. in aq.NaOH-NeOK gave 83.7% 3,4-F,CoH moa)oouz. 5 112-113.5°
280 14042, wnten wiwn mum-mx,, timlly ot 78+80° o.a hre, gave
E7.7% B, 4T csxammcnz. bw 95-97 "o % 1.4589, vnmx heat ed wu-.h m

| 'atut in AcMH; at 120-30" 2.5 hra. gan after quonohlnc in aq. Hg80 ql
| 20

_qtn. '.ith nzoo oaﬁ 8".r8°°13°!:°'3‘ b‘oﬁz N % 10“45.

Qou‘n.‘l”“fo

BN
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00nd¢naat10n of vim'loyolohcxon- wlth propiolic anl tetrolie ucida u&

their esters .

- I. A, llazarov, 3. N. A.nanchenko and I, V, Torgov (N, D, ZQlimku 'tn-tu

. 0rg. Chom. » Noscow )e Izvest, Akud. Rauk MR, Otdcl. nxin. Hauk. 1989. *:

95-108,

Stirring 8C0 g 1 Miohloro-z-buteng with 1 1. Rzo and 380 g. pm. le
L2 hras. at 70-80° savo after extn. with xf.ao 61% 3-ohloro-8-bnt6n<-1-01. (z),
by, 65-89°, nD 1,4650. To 200 €« powd, EH in 330 al. aba,. BLOR was udauc
at room temp. with stirring 250 g. X and arter 4.5 hrs. at 100‘. atmm
ovcrnight. d1ln, with 300 ml. BtON, ncutralintion with: 00 ’ rutratlom

acidirioation of the filtrate vith !01 refiltration and diatn.. thoro nd )
20

1solated 71% Zobutyn-l-ol, b, 140-43', B 1.4550. Tois ( M 8 ) in 280

treated _
mi, Ms.CO was mhimt over 1.5 hra. with 63 g. Cro0, in 304 X ‘. sttrroﬁ

5 hrs. end left onrnlght; after extn. vith lt. 0, 46% tctrolie acld. Iw a

76—77 » g 96-100“. was isolated., This roriluxod with MeOH in the m'cm“
® 19

of K so‘ 16 hrs. gave thu lhlc ester, l:a5 80-88%, nD 1.4408, ﬂalz wu |

fintredueed 1nto soln. or 46 & Na in 1.5 1. 1i4. lll until tho eol,ar vn o

dischargod. lrmt‘ which 500 ml. tb 0 was added, NR, was onporntod. ﬂhm

- in N, nroan. and the r.sulting suspension of NeMNNy in 7Y g0 wns trntcd '

with 00 at £5-30 atm, in autoclave 72 hrs. et room temp., yilldug ar
wqe. trntmnt and noidirication sah n-opiolic aoid. by, 80-88°, which \vl.t )
lhOl-lzm in 2 days at room tonp. gave the Ms ester, be 108 B loflu:m
4.0 g. 1-vinyleyelchexene (!I) with 5.7 g. Me )ropiolato in lo!ll 9 hra..
gave &ﬁ (based on oonvorlion) aixed M AI"mcuhydromphbhahnocl-mm& .»
ylate and -a-nrhoxyltta, b 184-85 ’ nD 1,5170, 450 1.065, lctluxlu
104 g. II with 8 g. propiollo soid in dimno 10 hrs. gave ] 8 pnrt |
1_0 -hmhydrouphthllcn-l-urbo:ylic ceid. . 15'7-58‘,) max 246 1/4 ' tu@
lothor liquer gave 5.5 g. orntalc, a. 88-9%°, of nixed aoids which oo\;u
not be sepd. and artcr nany rccry-tanizauona gave mroly the oonatn.t |

: mutd.n; mixture of the 1- and mbazy 1somers, = 96-98° Yery slow

., Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 -
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‘ crydtallizgtlon of this from petr. ether ( vu?y‘dil. ‘éoln. ) gave the 1-

carboxyllis uc.ld. noodlaa. m. 136-37°. and the ?.-oarboxylic aold, plaua.

‘ms 129-30°, )\ 246 m/, which were aopa. mschanice1ly.Hydrolysis of the

mixed Me asters ( above ) with aq. HaOH gavo the sam laomario aocids, which
were sapd. &g 8bOve. . Bsteririoation of the l-carboxylio aoid with Ol!alg
gave its ¥s aster, bi 5 91-1,80, ngg 1.5145, whioch on saponirloation uitp
aQ. HaOH gave the original aoid. n. 137-38%, Hydrogenation or tho pure .
1' -hoxahydronaphthnlcna-l«oarboxylie acid over Pt in llaOl gave oia-um-
docuhydronnphthalcnc-l-carboxyl1c acid, xu._ 124-25° ; the sano rormd mr
vd-caoos, or over Pt in AcON, The acid treated with l¢001) thllewod bg
lm:s- gave the aaido, me 835-36 . 8131111- hydrogsnation of a 3" -honhydro-"' |
naphthalcm-zﬁoarboxylio acia tnn oh-trans-doonhydronaphthalqne-a-oag- :
boxylic aold, me. 80, 5-81%; amide, m. 178-79° ( from BtON); wtxkxBag) th-;'
acid trcat.d in L'ECI with H so and llal ' rollowod by BzCl in thc presenes

of NaGH, gave the l-blnzoylauido, a 133-29'. Reductlon of Al 4-h-xahycro~

naphthalqm-l-carbmlio acid with r.umt on ltao ovornight gave arbor

the usual treatment 76% l-hydromymthyl-al"-hoxahydronaghthalono, M. 50-

'51°, whioh (1 ge ) treated with 0.7 g. powd. K,C0; and 0.6 g. PRr, in

putr. ethar at -'IO o then at room temp. overnisht. gave 1.2 g. 1~brou- '
methyl anelog, a strong lachrymator, nD 1.54804 thie condensed with \
sodio-malonic and -eostoscetic esters, but the products wers unstablc; \“

thc ruotion falled to go ‘with sodioacetone. Heat ing 7.8 g II with 7.8 g.

Me tetrolate in dioxane 3 hrs. at 1:50° in autoolan gan 3.2 8 mixod
condensation rroducts, ba 107-18%, This refluxed 10 hrs. with n-on-m
gave efter acidaification 0.4 8 B-mothyl-al'4—.mxahydronaphthnlonc-l-car-
boxylle retd, m, 165-66%; some dimer of IT was also isolated, by 139-40%.
Beati.ng Il with terolic aecid in dionne as above gave after rocryatnluul- P
ﬁon from mzco low yleld ot pure 2~uthyl-A1"-hcxahydronaphthahn.-lﬂ'
carboxylic acid, m, 166.5-67"; Kmping 0.3 go l-vinyl-ﬁ-mtnoxy-s,t&-dny&-

romphthalono ann 0,16 g. proniolio uold in 4floxene 2 hrs., thex roﬂuxm

A0L nivid snlida whiah aCton anvabu . d-.— ‘l......_‘n
: u.. “ . Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5 ‘o “”
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ayuhoa!.o of uthylolorotomuda. - - @ W
'S. H. Ushakov, E. M. Lavrent'eva and K. 8, Pouorsnn (HighnPolymer xui
Lmingrad )o Izvest. Akad. N.uk S8Se, Otdel. Dnim, Nauk, 1959. 91=94 : |
"rha rollowd.ng conditions were fonnd to be boat from thc aynthosia ot
' methylolorotonamide. Bquimolar amounts or erotonamide and prarormlddiyto
ware medé to resct in the presence of 8.5-3% BtONa et 68-70% 15-80 mia. ia
s (2014 soln. with stirring; the upper layer was sepld.,. ruuroa am ehulld
ovcrnight. yielding &2-85% MQOH CHOORECE, O, nesdles, m. ( !‘ron BtOAQ
or CgH, ), B 1.3180, Heated in aromatioc solvent with distn. of Wg0 0 with
the solvent vapors 1t formed the ther (UeCN:CHOOMECH, 150" n,lso". n:°

30
1.5557‘ nil. 55‘0. 1. 13120

20 S ~ '.G‘.H‘.msohporf.j
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- Addition of suu«m seid to alhwltrhuyhihn« und e -nthnu
of silioon-oonuiniu moqtau. . ]
v, !‘. monov and N, A, Pogonkm (R, D. z-u:um In:t. Org. Ohem., mn). _'
Izvest. Akad. Mauk gssm, otdsl, Knim. Neuk, nse. 8600, Of, 1986, 707,
AcSH adds: oontnry to the Iarkcvnikov nlc to amtd. radicals of lillmp ,
Me nsml and mg.m I added oimlumusly to Mg in It 0 and hutod 8 m. ;
‘San 21% ¥ xtsm:,u:m s b '110-18°, by, 116% fn§° 1uas, ¢ .Mu. "
8imilarly was pra;d. 50% uarrsiuacnzmz. b“o 1377, 1.4871, -. K«ph;
23 g Ne sm,mcx and 16 g. AoSE onrn!che gave 78.,5% Mo, um,)sau. bn
920, 1,4655, 0.9198, Similarly were obtained: 60% Me ltsl(ﬂla) Ao, ba” .
1.4705, 0.9238; 75.6% lueh-aimn ) su. h"la s l.4702, 0.9148) 83.66
 NaFRS1(CH,)g8he, by 121°, 1.8211, 1.013!; Bt B1(0K,) S0, u.'m. LR m .
1.4783, 0.92743 57.8% Etie s.wlzcmm. b, ao° 1.4745. o.osss; .11.

3 o
e msuox,) Sie, B, 86®, 1.4699, 0.9181; 96% MeBt aucnz) S, b, 'aa-u’

1.4'740 0.9211; uzprsxcnzcx Ske, 67, b, 62-84°, 1.4660, O, 9808.120 11 g.
'81011 enz and l4:1 g IQBSiCH CH cxxcnz was added 1.1 mole AcSK and afhr ,

. 2 days this gave eome unreacted materials and 31% adduet of the vinyl su.an
end 1 tkat of thc butonyl silene. Refluxirzg 70 g. K3ON lnd 97,85 8- h’,ﬂ.-
thcl erd 40C ml. BtOH 45 hrs. gave 55% Ms smmm, b 9a » 14713, 0.%414.

‘This ( 40 g« ) ana Bnlgm- from 110 Gc BuBr gave 86% WW
u.ssicm, so-so» , which with CNy:OHON gave 61.2% Me S1CHNeSON o:,dl.

| 157" ‘1.4579. 0.9336, Similarly were prepd.: 55% % M O1CH X 6K, b . ¢

"»ea » 14540, o.acae; 63 Ma sx( 2) 5B Byo 97°, 144569, 0.8496} 72.4%

B, 51(0M;) OB, by 82 °, 1.473&. 0.8794; 75.86 IaaPhBI(Oll )su. .bz 1109, x.uu.
0.9785} 72.,1% Ms Pz-sucxz)asa, b 20%, 1.4630, 0.,85963 47.5% ltxlolﬂ ) ll. |
g 89.5° 1.4690, 0.87165 5.4 mngs:(on.) <5y by 'ra.u s 1440686, O. uu; |
To 5 g. ¥08 and 37 nl. K0 and 13 al, BtON was added 23 g. xe sucl ) m,
yiclding after 5 urs. rorlux 63‘» ru,,si( ) m; the mroayto anivn. abon .
were prspd. by this method From the thioaocutu. To Mo Si(wg)‘ﬂ s u&dﬁ
2 drops MeONa~ilsOH followqd by 14 S @a :CHON at 70° N rhlung after wmh.

n& Muu,),wn.cl,ox. dg. 14! ¢ 1.476'1. o.uu. lhuuly wre pnpl.: -
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‘mynn nssi(m).gmg 301, h 147-4.8 o 104774, o.wn; m.aﬁ
nsasuona)sscngm ON, by 158 v 144869, o.oses; 83% Prie sucug) cx,w.
by 1399, 1.4790, 0,9241j 79.0% Me Imsum ) solam ox, ¥, 208°, 1.8360, 1«.;;1
| m. EtMe. sucx ) BCK4CH CH, by 153.5'. 1.4aoa. 0.9251; 9:4 MeBt sual )3
cxzcngcn. _u 1ea.s°. 1.4333, o.aava; M1 Passed into Bt K with 76 g. ug ,,.'f';f-f
18 hru.. rollovod vy addn, of 252 g. Ho..,icl OBBCI Cl am refldx 8 hrl.}
€ave after an aq. trntmnt 83.47» Olﬂ 08363 81!. b., 40 3.50°. 1.4380.-.
This with Ztgle in 2,0 gave ;n 40 hrs. 74.5% nsaucxa) 8Et, b, 70-71‘ e
1.45881, 0.8479. The same formed fron u-,.smxscx OR, and BtaN in 10 deys®
standing (60.576). !!ydrolysla of Me aiuzm(amm san l.sﬂmlam
whosse inrra-rod apeotrum was quito A fferent rron that or the above inms
!‘rialkylulkonylsilanca and 8 yleld mixed pohsmimw:.
G.M.Kosolapoff., [
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Buansting ebility in toposhemisal provesses as o oh-nomlutlu ct

specifie surfaee.
X, D. 8initsyna, 0. N. Zhabrove, S. Z. xegmu and V. 4. Gordesva ,
Izsvest. Akad , Nauk ssam, OMQI- nlm huk 1969, 17¢-78,
A l)ulla of Ih(el) unhhh‘ uamzn vas subjeoted to I‘nh‘
from 320° o 1080° 'lth dstn, ef evolved %0 aad esta. of the -nuhg
-buity by data. of the evolved thmm Is -u shown that a limgar
dependmeoe exists batween the emamation eoerfs and the snou'h nrruo ot
" the speeimen uod. This tnuun the use of sueh Jrocedures fer St
ofr nnirh nrruu of solids in nlnu or the sorptional methods.
| | | G.l.tuoh”fr. |
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Polymerization of v inyle -ﬂ allyl derivatives of IV greup clenents. "’-'f'v ,
Y. V. mmk'. Ae X, Polyakova, V. ¥. Mironov and A Do Petrov ( n"n."
’Hotoro-ou. 0”‘.0. Moseow) « n"“o Ah‘b “‘t M. m.lb nho “lg : ,'
1989, 1?0-000 \ x
Of. this J. 1086, oao. m Zhur . Obskeh. nn. 27, 3448 cmn. ,
Mh( e 5108: G, 6 hre. at 120° uader 6000 atm. in the mesance’ o o
3‘ Gave & 1iquid polymar of lw R ) vt.. coqnnm to tht tlnol
»y Iu,oamca . u,sm,cn:ol, slso. an n low mol. wt. )olnnrlo tus lt
GOCH:CN, gave & similar result as 4id m,aoox‘cmcn‘ and mam:ol.. :
xs,nu,mn, failed to polymerise, whils uon mau:ox Jgaavea
€004 yleld of uumuum. ghuy )olmo mu' tn same ooumm '
o® wm ror SN
)olmn ned from uyrm and u-,na.a u'.nu nacobm,u | "lf
uul l..m Glxcl or L um‘mnua uug vinyl m .1171 min-. tuu
ot 81 pelymerise botm than Go those et 0, Ge or Sa;. m aum. of
- Shicoyamate radical and the above slements, the sase of mmrmun
rhu nudny from 0 to 81 to 0s and %o h. rupuuvun '

G.l.louhport. ‘

Vel
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!otoro-oh-in polmru Qﬂm. 12, Polyutora ot uzomsnm-t.l'- and
| 4’-&1«21)0:1110 acids. o , y o -' i
Y. V. xmm and 8. V, v'ino‘ndm {Znst, louto-org. Omu.. Iuoe-).
- Invests Ahd. lnuk SBBI. 0%“1- n‘l’.‘v &nk 1959. 148-83, cfo “1. 3. lm. ‘
uuurunmn ot (.n‘l ooan-)g vm: n-m eavg tho d1-Xe ester, m. |
Re 16148 no '-hom failed to react under these oenu,uom and roqurll
the ructian of the acyl ehlaride with mm; the di-Me ester, m. 840-4).‘. m
~obtuua h un-t.tod yield, These nt.u were polydondensed in tho pruu«
of !.10! -m ouylutio glyecols ruguc mu o to °30' including alse . 2
pro"hm glyool and dhthylcm alnola. The polyestérs from the l,n'-hmr
nxm were generslly low-melting solids, while those from the p,pte
isomer gumuy melted well above 150‘ The polyesters from tha l-inm
oould bo m-n 1nto rihuntl, uhu.o thou frem the p~1aour conld mot,

The rn« ot n.pta. of tho roaultlng po).yutor- is dhcmud ae lcngth

frem the vihoint of electronic wunh thcory.

G.I.l.lohpm
13, Pmuém ot rzylncu ¢1nol. | | : | ¥
xbu.m-ux. . S
| PoJ.yn%m nn pnpd. from ,-c‘ (0880!)8 ‘and dlmbmnc soids: exalie
'-hrwqﬁ u\i«ic. as well as hcndecanuioio » diglyoalie, thlod!.vahrlo.
tulroyulnlcxu. uomic 053 (oo,n)g, di,hcnyldioerbmuo. ﬁtphuxo.
o a.s-“lthsorophthalh. q:lph‘nylntham-s 3'« and 4.4'-diurhmuo.
: Mph-s,!,klcﬁ—‘."-dimbuylh. ,-)hanyhuuautio. and trans- aad cu-'
| cnhy}({'otonpphmuo 40lds. These were solids whose m.pts. ranged up te
-40’ for the terephthalic aold ester from as low st 38° for ois-hexa~
xy | : '-'nnz-a;m,':tnuo seid nur. The mcum glycol was prepd.
by mnmu of the bromids with aq. 5,005, The )olyntorltioatiou were
rua -:/én o.as-o.u L1OK as ‘the estalyss. The Meyts. and solys, of eho pruuu
are hbllaha and ooupnrod vith each other. stvsems length. ‘ |
o { S o e.l.buhntf.

2
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Syathesis ot qrmmy uu'o sompounds. ¢ /_,ap»h*‘ |

8. S. Novikov, 'r. I. mmu ot Y. A, Tartakovakil (l. D. Zeliaskis
!ut. Org. Chem., uum). nonuy uu. Nauk ssem, i8¢, 834-37 (1999).
I% ws shown that l.[e(n ) ]'mtuy mereurates sompds. with aetive K - |

in B30, B0, O X, mu. or MeFh ot 20-80°, the reastion belag quite
o n)u in ‘most ouu. or mqun-m u, to 60 hra, for less uunn usn.' .
The relusts are wridemtly RAGO(M,) (R shows): GH(00,M),, des. above
880% AsOMOR, . 159% o'mo.u. . m's OH(00pMa),, n. 108°% m,
n 258" i) munmmx, n 160" 7, 246°, MeOgR, (pe, me 249°; o, u,
1269); Me0OX, ( p-, = 101"; o m, m‘): o, =, 119%) m.n.l‘. =

y . : B °
u@“ MI. Ib no ] ﬂli.ul. Ia J.ll ‘. wish hl f»hou give M("’.

 ant Qu-rupoulu unnromnu ‘eoned ., lel yields lucl amd mm l R

. The omm of the produets «p‘u on ‘the solvent pelarity huatiu the

punuo utm:u in 2 tutmrio rom in seln. lnoun wish lﬂl um

'- owo oes tot yuu sueh poupu ‘Wt rether nuuu. suek ast

.-o,lmlcuc(u,) J‘-n. 1% -to,r),e,n‘.um ),),. ny uv': o-cc.l)-

Oy Rel0(My),),, a ”°% O-Ha0(0,M)0gN, Rg[0 (W) ]y, m. 100, Alkalies

| nnroy tun cnplcxn cu give ﬂu u-!.ch-l m Mmmth um..‘

| llo aad salt’ of en(leg),. Proluu of Beither nature -r. formed mn L
'muhuutu nitro co-pouu. this huutm that the ubm unhxn m ‘
' addinnlr unhl at n-mnion uht&n to uo,. loutin 0: u[q(lo,l,],

with 0B, in aqe or-ale. nedium gave co,n),m,cl,ucm,).s e u-

~ foras u MeNO, or FRNO, sola, Resstion with phenyloyoleprepens gawe

h M(ﬂ-)ﬂ.ﬂ.&omﬂ,, while reastion with BUOCH; 0N, gave tﬂ,l)m.m,
M ua'. $8%. XNgO(M0g)y alse add to the doudle beads. Thus were m’l.z

(Oa¥) §00N0R Re0 (W03 )5, 995, m. 1679} (0.K),OMLON Ng01, 985, u. 8% (0.M),

00N CNg) JNz; m. 185% (eal),mma,mm.),. "%, a. ln’s [(O.I).m .'

ORzlaRe, 9%, m. 184%; (04N)y0CHPRON NgO (N0 a)ge B 120%, 808 0-“-":”0'4"

. Bg0(M,)g, 8%, n. 95°; [(Ol')3°ﬂ(ﬂl.0ﬂ0!g].l¢. 70%, m. 1099 aad: (ou),o-

ONaOR(00gNe 1 RgO (M0,) 5, 825, m. 180°. Isecclefins do mot ata uou R salte,

- G.I.Kuohptrc
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Bxchange reactions of isopropqnyl compounds ©f mercury, thallium and tim.
Aes No Nesmeyanov, A. E, Eorisoi and N, V., Novikova, (Inst. Hetcro-org.
Compdse, Moscow). Izvast. Aload. Nauk SSSR, Otdel. Khim, Nauk 1959, 259-62.
Bxchange reactions of isopropenyl derivs. of Hg, Tl and Sn are described.
Rapid heating of 5 g.(CH :OMe) 'rlBr and 10 g. BnBrz at 2000 gave a alst-
illate of 75% malodorous liquid, which on redistn. gave 2.2 g. (0! !ch) -
SnBrz. by 100-101°, nD 1.5665, dg, 1.9363, 8tirring 3 g. (CH,10Ne) 'rlBr
and 8 €+ SnBr, 1in 50 ml, MeyCO 5 hrs, at room temp., and 3 hrs, at 50’ gave
& Ppt. which was sepd. Conon, of the filtrate gave 0.38 €+ Originel
/"(anzcnk)z‘l‘lar. The residual liquid;artu‘ concn., was extd., with petr. ‘
ether and the ext. treated with 20% KOH, ths resulting solid being treated
with 15% HBr; this treatment yioldod an unstated amount of (0!280&)28!& N
by 102, 59, nD 1.5664. The original ppt. was identiried as T1Br (73%).
Stirring 3 g. (mcn.ca)znsr and 6 g. SnBrp in G4Hg 6 hrs. at 50° gave
émdng"; undosoribgd products, soms 1.l g. (IIQCHzCH)zsnBra. blo 121-82°, .980‘
1.5668. To 1 g. (CH,:OMs) SnBr, in 5 ml. EtOE was added 2 g. ngar' in 8 ml,
&t0H and 10 ml, 20; after brief heating and eddn. of 15 ml, 8 0. followed -
by 12 hrs. standing, there was obtained 43% (CH,:CMs)HgBr, m. 167° ( frem
Mszcﬁ). To 1 g« (CH .l‘h)zanra in 10 ml, MeOH was added 15 ml. 20% NaOH
which dissolved the originelly formed solidj the mixture was treated wis$h
1 2. IHgBrg in 10 ml. MeCH eand kept 2 hrs. efter which it was extd. with
Bt20, the ext. ylelding 79% liquié (CH,:CMs),Eg, which with HgBr, in Me,CO
gave c{inMngBr, m, 166-67° To 1 g, (Olzzcul)zﬂg in ngo was added 0.8
€« TlBrz in Bt 05 after 1 hr. the thickemed mixt, was treated with 20 ml.
g Cenﬁ, wermed on a steam bath and filtered; this @vc 89% (oxzzcu-)znm-.
dec. 190-94°, while the evapd. filtrate gave 70% CH, :CMeHgEr, m. 1679,
Stirzing 5.9 8o (vH VMc)aHg and 12 g. SnBr, in petr. ether 5 hrs. and
wushing the sepd. ppt. with petr. sther and MozGO eave on evapn. of the
Me5CO soln. 1.72 g. sz.C_Me}@Brz the petr. ether soln. gave a liquid which
treated with 2C;» KOH énd the resulting solid treated with 15% HBr, gavs

some (CH, |
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some (CHZ:CIl)zsnBr2 while the elkaline soln. on extn. w ith 3t,0 gave 0.6 g,
(CH,:CMs) Sn, by 66-67°, ngo 1.5110, 4, 1.3153; amt 44% Hg was also -
1solated. Reaction of 4 g. (CH;:Ce) Hg with 8 g. SnBr, in 20 ml. petr.
ether 5 hrs. at 65° gave 1,03 g. CH,:CMeHgBr, 1.1 g. (cnz.clh)zsnnrz, 0.4 g.
(CH,:CM8) (Sn and 2,05 gs Hge To 1 gu (OHp:OMs)oHg in 5 ml. Ms,CO was added
2 8¢ SnBr, in 10 ml. MegCO ylelding a ppt. of bg immediately: after 20 hrs.
at room temp. there was isolated: 0,57 g CH, :CMeHgRr, 0.22 g. (CHz:cHn)zr
Snlirz. 0e2 ge (CH2:0i6),Sn and 0.32 g. Hg, To 1 g. (cuz:cm)ang was added

2 go powde SnBr, (somewhat exothormio) and after 20 hrs., at room temp,,

the mixt. gave O. 42 & CH,_:CilsHgBr, V.1 g. (OH :OMs ) Snnra. 0.3 o

2’
(CB :CMe ). hn and 0.3% £ Hge

G.M.Kosolapeff,
LN

e
| Synthesis of organo«~tin compounds from organomercury conpounds and salts eof
divalent tin in inert solvents,

Ae N, Nesmeyanov, A. %, Borisov, N, V. Novikova and ¥, A. Osipova. (Inst.
Hetero-org. Compds., Moscow). Izvest, ikad. Nauk SSSR, Otdel, Xhim, ﬂauk
1959. 2635=66+ CfesJ Rus.Phys.Chem.Soc. 62, 1796(1931),

Stirr/ing 5.9 8 (CEZ:Ch)zag and 12 ge SnBr_ in 30 ml, petr. sther 5 n'.. -

2
sepg. the ppt. end washlng it with petr. ether then with MeCO gave on
evapn., of the MeoCO soln. 1.72 g+ CH,:CMeHgBr. Bvapn. of the petr. qther
soln. gave a 1iquld which treated with 20% XOH rave = ppt. which with 15%

e _20

"HBr geve 22% (CHz:OMb)ZSnBrz, b9 102.5 , nD 1.5667, dzo 1,9360; the alke

aline scln. gnextn. ith Et0 gave 0.6 g. (CH,:CMe) Sn, b, 66-67°, 20
l,511c0, dzO 1,31533 the reaction also gave 1.86 g. Hge Similar reaction rum
at 65° gave 71» Hg, 217 (GH,:CMe) rBr, and emall amounts of CH,:CMeNgBr end
(082:!0,!.)48:1‘ Similar resotlion in Ms,CO at room temp. also gave the same 4
produdts. Stirring 5 g. BtyHg and 7 g. SnCl, in ligroin 12 hrs, =t 90°
followed by sepn. of the ppt. and washing it with hot petr, ather and MeOR

gave, from petr. ether soln. 2.5 g. EtgSnClp, m. 83-3.59, while the MsOX
Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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s0lne. gave ﬁxiﬂxix l g 2tHgCl; 2,59 g« Hg was isolated. Powde Ph Eg (3 g.)
and 3 g. 50Cl, in ligroin in 7 hrs. at eo-—es" gave 1.66 g. Hg aand 755 Phy-
.1uCl, m. 102-104° ( rrom pstr. ather). Similarly 2 g. PhoHg and 2 g snnr‘z
in ligroln gave in 12 hrs. at 80-70° 0,27 g. Ph,5nCl, 0.33 g. PhHgBr and
5 g+ Hge 3inllarly 3 g. (p-uacﬁﬁ‘)zﬂg and 3 g. SnCl, in ligroin in 13 hrs.
at 90-59 gave after the aboveddesoribed treatment, 72% (p-u§0634)28u012.

me 49,5° ( from petr. sther) and 1,51 z. Hg. Similarly 5nCl, and (e-MeCgH ), -
"Hg gave 66% (o—Mbc6H4)ZSn012, me 49.5-50% and 100% Hg. Similarly 3.8 g.
(1=C1oH,) Hg and 4 g. 5nCl, in 20 hrs. at 9050 gave 53 (1-CygH,),SnCl,,
ae 130-32%crude), m. 136-57? ( from petr. ether), and 95% Hg.

G.M.Kosolapoff,

7
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Fluorinated ;tyrenes. 3. Styrenes, fluorinaeted in the sice chain.

M, !ls Nad, Te V, Telulasve, G V. Xazernikova and K. A, KOGhOShKOY; Iz

(Ls Yao Karpov Thys. Chem. Tnst., Moscow). Izvest. Akad, Mauk SSSR, Otdel,
Khim. Nauk 1959, 272-77, Cf, Cohan et al., JACS 71, 3439 (1949) and Prober
J..C3 75, 963(1953), No ref. given to parts 1 and 2.

A convenisnt low temp. organolithium routs was daveloped for the synthesis

2

was coolad to =729 ang trsétgd dropwise with 11.2 g. czrzco H in 30 nml.

Etzo over 25 min.; after stirring 2 hrs. at ~75° the nmixture was poured on

ice~HCl and extd, with %20' yielding 87% CHIZCOPh. b26 83, 5-84° nD 1.4984

Heating 95 g« KF in 250 ml. dry glycerol at 170-7%0 at 16-17 mm with gr&%u&l
94 8

application of vacuum was tHen followed by =ddn. of CHOl COPh ( n:xxxtli

ol fluoroacatbphenonas, Under N_ atm. 240 ml, 1l.42 N Etzo soln. of FhLi

XXBEREXX Oovsr 4 hrs. at 158-659; distne. began after 40-50 min. and after

gradual heating to 190° at 6-8 mm. there was obteined 32-6% CHF,COPh. The

2
ketone (3l.2 ge) in 1 vol. MeOH was added over 15 min. to a Solh. of 3.8 é.
NeBH, in 25 ml. B0 end 4 ol. 24 NaOH at 10° initlally, 20-30° during the
bulk of the addne.; arfter 1 hre stirring, the mixt., was poured into 10: NaOR
O ylelding 92.4% CHF ,CH (OH) Ph, b, 105°, neC 1.4940.
This with SOClg-pyridine at below 350, then at 85-90° 0.5 hr., gave 82-86.

CHF,CHC1Ph, b, 89-90°, ngo 1.4950. This, 4l.1 g., mixed with 0.3 g. powd.

and extd. with Bt

25
Cu, 60 g« AcHHg and 22.8 g. Zn dust was heated gradually to 150° and kapt

2 hrs. at 150-5¢° » then treated wlth dil. H,30, and extd. with Bt 0 .4y101;
ding 60«65% PhCH:CHE, bgo 75+645° . nD 1,5257, Similerly, IhLl and CFoCl-
'COgH gave 50% PhCOCC1Y,, byq 94-96%, 1.4950, which reduced with NaBH, to
90=5% PhCH(OH)CClIz. by 85-6°} the result was the same in the reductiom
with (130=Pr0) gAl-iso-PrOH. The earbinol was sonverted as above to PhCHcl-
00113. 781, boz.5 €1.5-93°, which as sbove gave 60-77% PhCH: 0!2, bg2 65=-689,
1.4927; this gives a dibromide, which with Zn dust in AcNH, agaln geve the
original PhCH:CPg. FClg and FhCOCHF, gave 855 FhCClpCHF2, bzo 105,5-107°,

ngo 1,5045, n:o 1,5086. This with Sb25 £0Ve 55-40% PhCOl’CBIa, b55 92994..

Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5
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2
120 1,4683. This with Zn-Cu-iciil; as abdve at 125-30° gave 43% PMCP:CHT,

D
by 88-90°, 1,5060, Heating 128 g. PhCOCHCL, with 176 g. PClg 0.5 hr. ab

60
145% and 8 hrs. at 175° guve 37 PhGC1,CHCL,, b, 120-22°, which ( 61 g.)
wees heated with 4545 ge SbFgz and 1 ml. Brz under 10-~11 mm. with slow dista.
of products, ylelding 46% PhOFzCHCl,, by 84°, 1.5000, whioch heated as

- above with Zu-Cu-icNHg at 150° 2 hre. gave 8L: PhCF:CHCI, by, 86-87°,

1.5631.
« G.M.Kosolaporr,

. » ¢)¢x14¢"“*"
Reaotion of -chloromethylethoxysilanes with amines,
Ke Ae Andrianov and L.M.¥olkova (Inst. lotor07org. Compds., Moscow). Izvast.
Aked, Nauk Sssa, Otdel. Khim, Neuk 1959, 277-82,
It was shown that amines react at 200 with silanes contg. the CH Cl aroup
and BtO groups, the rates belng bdependent on the amine. The following
series of descending reactivity was established on the basis of kinetic
curves which are shown: HDGH CH EK o He SiocHzcnzN . EtNHz, it NH, PhiNK
BtPhNN, and: C1CH,S1iMe ,0Bt, c103231u;(oxt)2, 0103281(03t) . Keeping 35 g
C1CH o 81Me Olt with 50 ¢, EtKBz 15 days at 20° gave 65% xtnncnzsiuuaoxt.
bpsy 163.5-54.5°. 30 1.4149, 4, 0+8356. Sinilarly CLON,side (0Bt), gave
566 BtNHCH;S1Me (03t)g, byg, 180-81°, 1,4120, 0.8870. Keeping 18.2 g. C1CH, -
biM.(ORt) and 37 g. PhNH in 18 g abs. BtOH 15 days gave 13.5% PhNHCH -
SiMl(OBt)z. bg 125-30° ’ 1.4990 1,010, The kinetic curves which are shown

2.

were obtained by reections run at 20° with the appropriate silanes, amings
and EtOH, the latter belng used to dissolve the resulting amine salts,.
GeM.K0s0ola Wffo
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C
New methods of synthesis of organosiloxanes. CDQASyQLVJV

N. F. Orlov end B. N, Dolgov (Silicate Chem. Inst., Leningred). Doklady Akad.,
Nauk S.S.5.R. 125, 817-20 (1959),
Heuting 1042 g+ YeFt Ui and 16 g. Fh,S10H 1n CgH, with 0,001 g. colloidal Ni
7 brs. gave 1.5 1. By and 86% Mewt,s1051khy, b, 212°, d,) 1.0304, 220 1.5580.
Sirilarly was prepd. 72% MeEt,S1051Bt,, b, 208-9°, 0.8323, 1.4240; 74.%%
Et,S1081Fh,, b, 205°, 1,0275, 1.5581; 80% MePr,S1031Phg, by o 207°, 1.0123,
1.5500; 78.3% BtPr,S1081Phy, b, o 208°, 1,0118, 1,5490, 3imilar use of Ph 31~
(o), with appropriats silanes gave: 46% (MeEt,810),51Ph , b, 185°, 0.9704,
1,4930; 7%% (MaPr $540) SiPhq, b? 1900, 0.,9762, 1.5024; 76% (Rt 810) SiPh
b 194°, o, 9768, 1 5012, Also listsd are: (Bt ,S10S1EY ) 0, 71.2k, b 1720,
0.9064, 1.,4390; MePr,S10SiPr Ms, 74%, b 999, 0.8249, 1.4285; (lsPh 51) ,0
83, m. 49°, b, zos°; (MeEt,S1) ,0, b760192°, 0.8212, 1.4185, and (Kt bi) 205
bpso 233°, 0.8457, 1,4330, Heating 20 g. MePh oiH with 0.02 g. smkimtduk NiCl,
10 min. until colloidal Ni formed, followed by cooling, addn. of 50 ml. MeFh
and 1.8 ml. H;0 and heeting again 4 hrs. gave 2.3 1. H, and 83% (MbPhasi)zo.
The condensation described above oviq.ntly occurs through reaction of the
silane with 820 formed py dehydration of the silanols,
G.M.Kosalapoff,

O M
Individual hydrocarbohs of cyclohexane series from gaso;ine fractions of
Sakhalin petroleums ) |
N. 3. Fodkletmov (Sakhalin Res. Inst., scadeSols)e Doklady Akad. Nauk SeSeSe
R, 125, 821-2 (1959), |
Examn, of Sakhaline petroleum gasoline fractions showe the presence of the
following oyolohoxens dorivs.: methylcyclohexane, cyclohexans, ethylcyclo-
hexane, 1,2« aﬁd 1,3=dimsthyloycloheranes, thecs groups accouating for 64=74%
of the total fractions. ilso found in smaller amounts were 1,4-dimethyléyolo-
hexane, propyl- and isépropylcyclohexanes, 1,28-y 1,3=, and 1l,4-methylethyle
cyclohexenes, 1,2,3~, 1,2,4~ and 1,3,5-triuetbylcyclohexanes, perhydroindane.

G.M.Kosola poff.
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Synthcsis of polymerizable methacrylates of trialkyl(aryl)tin. |
M, M, Koten, T. M, Kiseleva and V. A, Paribok (Migh Polymer Inst., Lening-
rad). Doklady Akad, Nauk 5.S.5.R. 125, 1263-4 (i959). :
The conventional cenversion of R45n to 835n01 and to RanOH gavos MesbnOH
needles; nc,snon b,o 153-5°%, m. 45°; and Bu3SnOH bs 186-90%, as well as
PhySnOH, m. 119°. These and equimolar amt.’ of CH, 1CMeCO, i were heat ed
0e5«1.0 hr, in Me,CO and distd., yielding 60-80‘ corresponding methacryle
atoms? Mo3 OchHubllz, m. 122%; tri-Bt analog, m. 76~9°%; tri-Bu analog,
m. 20-2°; tri-Ph analog, m., 91-2%°fwith alc. HC1 this gave the free acid
and Phssnbll. Alc., KOH gave CH, :1CHaCO,K and thsnOH. The esters polymerige
both in the absence of added catalysts and with peroxides and azo coupds,

G.M,Kosolapof?.

Approved For Release 2009/05/01 : CIA-RDP80T00246A008400030001-5



Approved_For Release 2009/05/01 : CI‘A--RDP80T00246A0084000300‘01-5
| o ¢

Polymerization of vinylaromatic organosilicon compounds., Darivatives
of a~-methylstyrene,
V. V. Korshak, A, M, Polydkova, A, A.‘Sakharovi, A, D, Petrov and &, A,
Chernvshev (Inst. Hetero-org. Compds., Moscow).'Doklady Akad, Nauk S,5.5.R,
126, 791=3 (1959),
/?Polyuorizatiou of R33106H40Me.bﬂz-p was run either with (Nozc(CN)N:)z
- 80° 6r<(ﬁ0100)2 at‘130° upder 000 atm. ( no polvmarization occured without
;;r&sanm ) 6 hrs., and glassy polymers werc obtained from monomers with

&% p-substituonts of 3 it 51, Rt SLCH,, Bt,S1CH,6H,, and Ma,5iCii,, The

3
ritrile was the more effective catalyst, Characteristic viscosities

and thermomechanic‘i properties of the polymers are showr graphically,
In gonerai, viscosities decrease in passing from PhCMe:CHz to Bt35106ﬂ4—
CMa SCH2 and o the more cuuplox nolymecrs., For synthesis of the monomers

800 Izvesat. Akad, Nauk SSSR, Otdel . Khim. Nauk 1959, no pp, given (Petrov,

Chernyshev and Tolstyakova),
(

G.M,Kosolapoff, ¢}4A*Ay

| | O 7
Addition reaction of tbialkoxysilanes to olefins. -
‘N, S, Nametkin, A, V., Topchiev, T. I, Chernyshava and L., I. Kartasheva
(Petrochem.Synth., Inst., Moscow), Doklady Akad., Nauk b.ﬁ.é.R, 120, 794-7
(1959). cf. US Pat. 2,637,737; C.Aa. 8254 (1954).
Addn. of 24.6 g. (8¢0) SiH to 18.9Y g. l-nonene and 1 ml, chloroplatinie aci(
soln. at. 100-10° and heating2-3 hre. gave 41.4% CoH, S1(0kt),, b, 130-3°,

0 1.4182, d,o 0.8827. Similarly were obtained: 18,2% 08“ Si(OGle )

b2 138-40°, 1.4200, 0.86503 CgH,,2i(0Bu),, 21,1%, b, 155-8°, 1. 4280, 0.8747
64.9% CoH, (51 (0CHMa,) 3 b 128-32°, 1.4180, 0.8589; 43.1% Cot 19s:t(onu)s.
b, 164-6%, 1.4298, 0.8715; 37.8% C/M 54 (0CIMeBE) 5, b, 160-4°, 1.4270,

919

0.8714;3 12,.5% Colt 195*(09”'5)3' b, 150-5%, 1.4232, 0.8622; 78.4% 09 po=t~

(ocuzcuuaz)z, by 175-6%, 1.4260, 0.8700; 65.2% C1oHt2354(0Bu) 4, b, 167-70°,

1.4315, 0.8710; and 20,54 Cyot 2181(00Me3)3, b, 160-} » 1.4260, 0.8589.

The addn., eccurs’ contrary to Markovnikov ”‘Hft’  G.M, koaolapoff.
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Synthoaié of triethylsiloxy derivatives of vanadium and antimony,.

K. A, Andriunov, A, A, Zhdanov and &, A, Késhutina \Inst, Yetero-org,

Coapds., Hoscow)., Doklady Akad, Naul: S.5,S.R. 1206, 1261-3 (1959).

To 37.5 g&. EtSSiONa in 200 w1, C6H6 was addqd dropwise 14 g. V0013 in

50 ml, Cyli, over 40 nin.; after filtration there was obtained 60% pale
.20

yellow (Et3510)3V0, ba.s 186.5°, dyg 049816, np” 1.4820. Similarly Sh013

) «~
372
PhéeH), ] in 100 al. Cylly was added 14.4 g. TiCl, in CH( over 1.5 hrs. and

rave 56% (Et3510)38b. b) ¢ 160-2°, 1,1037, 1.4681, To 58 g. [2Pb(0s54Et

the filtered soln. gave 50% (0t,5i0),Ti, b, ( 176-8%, m. 96°. The use of
VOCl; similarly gave (Bt,510),V0, by 5 169-71°, 0.9809, 1,4812, Infrared

spectra of the products are reported,

eM,Losolapoff,

¢

Oy
Catalytic hydrogenation of diene hydrocarbors with a system of ‘“latod
double bonds in the presence of platinum and puliadium,
ve Ae Kazanskidi, I, V, Gostmiskaya and A, I, Loonova (M, V, Lomonosev State
Univ., Hoscow). Doklady Akad. Nawk ©.8,8.R, 126, 1264=7 (1959).
iydrogenation of I,S‘hexadiune.ovethﬁ bilack at roucnfempe in 95% EtCH gave
aftar the apluke of 0.5 nele H, 27% l~hexene, 12% hexano and 614 unreacted
divne, Sdnilar reaction over P4 bhlack gave 23% l-hoxene, 27% 2-hexens, 33%
unreacted diene and 17% iy 4~hexadiene, 2-Methyl-1,5-hexadiona over Pd black
giave xl::xtii 2-methyl-2, 4~hexadiene and the reaction mixt. was teo complex
to 53 anslyzed, 2-Methyl-2,S-hexadisne over Pd gave some 15% 2-nethvl-
Zy4-hexadiene and a uixt. of unidentified products. 2,5-"iuethyl-l,5=hoxa=
diene over Pd hlack gave some 2,5-dimethy1-1,4-hexddiene and unidentified

other products,
, ) G.M,vosolapoff,

-
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Ferrocenylhoronic and 1,1'-ferrocenrldiboronic acids and their reactions,

Ae N, Nesueydanov, V. A, Sazonova and V. N, Drozd (M. V., Lomonosov State
Urdve, Hoscow). Doklady aAkad, Nauk S,S,S. R. 126, 1004-6 (1959).
The reactions wero run under Ny. To 92 g, (BuO) B 1nv8t20 thoro was added

witthry Ica Cnoling an athaereal soin, of ferrocenyl-lithium prepd. from
17.6 g. ferrocene by treatment with BaLi ( from 39 g. BuCl and 7.6 g. Li);
the mixt, was allowed to coume to room temp, and on the following day was
tredatead with ay, H2u04, and the ore, laver was axtd, with aq, KOHj the
dlkaline(e§bs. on aciadification gave first 2,0 g. 1,1 -ferroaenylonedibor

1 . ‘ -
onic acid ( total 13f ), dec. 180° ( from H. 0) then ferrocenylboranic 41:3,
26%, m, 143-8° ( from H 20). The latter refluxed with aq. 2nC1, gave
ferrocene; tle dihoronic acid ia hydrolyzed similarly. @reatment of I with
hot aq, acetone soln, of HgCl2 gave 76% yellow ferrocahylnercuricfohlorido,
°
dec. 192-4" ( from xylsne ). Similarly aq. CuCl, gave 84% chleroferrocens,
coman® e , . .

me 59-00 from Jeul), Culdr, zave 207 broqoferrocene, me 12-1% A and hot
44s Cucl, gave ly,1'-dichloroferrecens, m, 75-7° ( from £t0M); CuBp ga#e

| | ; ’ 2°
705 l.l'-dibromofarrocene, r. 50-1°2 ( from LtOll)., Treatment of T with
amoniacal suln, of ﬂqzo gave meta?lic Ag antd extr, with Etzo gave 524
di ferrocenyl, sec, 2309, along with 31% ferrocene, Liferrocenyl is sparingly
s0l, in oetr.‘ether, sol, in MePh, C6“6’ dioxane and tet rahydrofuran,

G.M.LosoYanofye,
\

biferrocenyl, ’ (j) ¢

O. A, Nesmeyanova and E.'G. Parevalova (li, V.Lomonosov Htate Unive, i0s8cow),
Joklady Akad, Na k S.S.8.R, 126, 1007-8 (1959),

Heating diferrocenylmercury with Pd black gave At b8t 0,24 di ferrscenyl,
with ferrecene being the main product ( up to 495 ). Thi: cir e explained
by disprcportionation of fnrroaenylyfree radicals fﬁrned initially, The
prodgcts were sepd, chromatogrephically en A1203, ferrocene heing eluted witl
patr. ether, diferrocene with petrlether-C6H6. The residues contained some

ferrocene polyners Diferroren 1
. yl is orange, dec, 2300 the
e 3 rmnal decom '
pn. doas

abt deld
y ferrocene, G.M,Kosolnare,
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Boron oompbunds. Rdaotivity of triallylboron. C) j ’
A. V. Topchiev, Ya, M. Paushkin, A. A. Prokhorove end M. V. Kurashev.
Doklady Akaed. Rauk S.S.S;R.‘lzﬂ;,llo-lz (1959).
All expts. listeé below were run under '2‘ Reaction of 60 g, cnzzcunx Br,
48 g. Mg and 37 g. Bla.lt O in 500 ml. Bt,0 gave up to 92% (OR cncxa) B,
by 5 62+5°, dyg O 71?8.(4). Addn. of 3.55 g. ACOH to 7.88 g. I gave propylens
and 46.9% (CH,:1CHCH,)BOAc, b. 138-40°, I ( 3.81 g+) and 2.61 g. abs, BtOH
gave 52% CH :CHCH B(Ol.‘t)z, blO 43-69, 0!!2 CKOH OH and I gave Csle and
cnézcnonzs(ocs CH:CEy),, b, 50-1°, Reaction of 8.8 g.I and 3 g. AcH gave
56.4% (CH,:CHCH,),BORt, b, 48-9°. Reaction of 0.6 g. I amd 2.1 g. Br, ia
CCl, gave undistillab}e (Brzc335, B, ‘the addn. toltho-lgat allyl group
requiring some 30 days at room temp. Mixing 1.25 g. pyridine and 2.1 8 I
gave an ¢xothermic reaction and a subaequent distn. gave (csl5 aB.cslSl

b, 116-8°, _
G Y n. xﬁﬂala pOfr ®

Intermediate steages of synthesis of tetracyclines. £>/7}£E-A‘;/

¥e M. Shemyakin, i, N, Kolosov, Yu. A, Arbuzov, Se Yul Yuan, Shen Khuai !hi;
K. A. Sklobovskil, M. G. Karapetyan and A. I. Gurevich (NW. D. ZeliBkiy
Inst. Org. Chem,,Moscow). Doklady Akad. Nauk S.S.S.R. 128, 113-6 (1959).
ef. this j. 112, 569(1957). ,

Bromination of compds. of type I'(R-R'=K§ h~n, R'=Ac; R=Me, R'~ N; R=OMs,
R'=Ac) in CHOlq at ~60° gave 60-70%» corresponding dibromides II (m. 1469,
m. 174°% -, -). Oxidation of I with BzO,H in OHOl, at 20° gave 85-95%
corresponding epoxides IXX (m. 138°; m, 189°, m, gll°, resp.). Both reactio
are stereospecific and yield kroduota with the elevctrophilic group im

She position 3 , The same rule applies to addn. of HOCL or HOBr to I in th
reaction of Me4COCl in aq. Me,CO at 200 or (05300)2ﬂlr in 0,01N aq.ﬂi co
soln, of B2804 at 0° § the lst of these rcactiona vyields chlorohydrina

in 75-85% ylelds (m. 211°; m, 158% m. 210°, resp.); the 2nd reaction gave.
‘the mixed isomeric bromohydrins ¥ and VI in 1:2 ratio, with the addn. tekin
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Place in all cases in positions 2 » 3 « Chlorohydrins or bromohydrias

V can be also prepd. by ring opening in III by means of pyridine .HBr- or
Pyridine.HCl in refluxing #tOH, The rovcrsc reaction of ring closuro fi%
readlly attained with KOH in 70% dioxsne. The isomeric halohydrins v h
yleld the sterecisomeric epoxides VIX ( m. 141°; m, 101°; m. 1749, roap.).
Addn. of HOCl to IX (R=H, or R=MeO) or ehlorination in CHOL; at wnf -50°
gave after an aq. treatment with 0a00 unstable chlorokctonos X (m. 811°

m. 158% m. 210°,resp.), while XI (R=H or Meo) similarly gan XII (R-R'=R"=
H, X=C1; R=R"~H, X=C1; R=R'~H, R=~MeO, X=C1{ m. °; m. 119°%; m.121°\. resp.);
the analogous bromoketonss (m. 64°, m. 57°; m. 70°, and m. 68° , and &, 669,
resp.) are also obtaiaed in 75-90% yields by smidation of the halohydrtns
with CrOz in 80% AcOH, These halo ketones are dehalogenated with Zn dudt

[

in icOH at 30° to the hydroxy ketones X(R=R'=H, X=H, m.121°; R=0Ms, R'*%&
X=H, m.192°) or xIT ( R=R'-R"=H, X-H, m. 135°, and R=R'=H, R"=OMs, X~H,
m, 1819), also obteinsd by hydrolysis of .IX with dil. HC1 in 70% EtOH at
40° Reaction of lis sCOK and IXII(R=R'=H) gave XTI (E=¥wtifxxx52@) X-H, r-oﬂ
X'<Y'=0 )(m. 135°) which was oxidizod to the corrssponding diketo-spoxide,
me 1529, Similarly uv (Z=0)(m,1629) gave the 3,9-oxide XIIXI(X=H, Y'=0H,
X'=K, Y'=0OH; m.176°), through reduction of appropriate I with Li1AlR, to
the glycol XIV(m.204°) end 1ts oxidation with BzOoH. All compds. shown

in this puper have the structure of 4a H, 9 CH, 9a H with the cis-conforme
ation of the B'and C rings being most stiblo. Condinsation of IT with
NaHC(COzEt)z in the presence of 2lfOlh and hydrolysis ngztgiﬂiiggﬁtfv
(m.1279, Imm)imwuumc!bnxuoxhxdxoxnnn. cimilar comd-
snsation of X(R-R'=H, X=C1, m.88°) gave 2,9-epoxykstons, m.160°, and
theoxomalonate, 1solated as b1sfp-nitrophonylhydrazono, m.2729°, Thus,

introduction of functional groups in ring B opens the synthesis of ring A,

' n ..
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A new methed of synthesis eof organosilicen arcmatic monemers.
B.. A Chcraynh-v,‘ L4 Guan Lian and A, D, Petrev (M. D, Zelinskii Inst. Org.
Chem., Nessew). Deklady Akad. Nauk 5,8,5.R, 137, 808-11(1959). ef. Isvest,
Akad, Nauk 5S8R, Otdel, Khim, Nauk 1958, Ne.$ ne pp given.
Passage of ArX with a 81-1 bearing compd. through an emply quarts tube a%
§50-700° yields arylchleresilanes. Thus PhCl and C1,5iH gave wp te 50% Phid-
Cl,, aleag with 54Cl, and Cgltg, The best yield is obtained at mearly 700°
with contact time of 15.7 sec, or as 620° with 70 sec. centact. The best
ratie of PhCl teo H81613 is 211, Under such conditions PhCl and MeSiNCl,
gave up to 35% MePh8iCl,, best at 640%. At 640° 1-C, M,CL and p-Cl,Cyl,
gave resp, 60% C, H,34Cl, or 50% 16108781)“013. or 308 CLCM B4C1, and 20%
cxc‘n‘uuoclz, resp, Any packing in ths tube reduces the yields,

G, M.Keselapeff,

» |
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Synthesis of polymers with alternating siloxnno and hydrocarbon links.
A. D, Potrov and V. M. Vdovin (N. D. Zelinskii Inst. Org. Chem., Mescow).
Isvest. Akad, Nauk 5,S.5,R,, Otdel. Khim. Nauk 1959, 1140-3,
Heating 10,5 g. Me,81(CH,CHiCH,),, 0.02 al. 0.1N H,PtCly in iso-PrOH with
3/4 ml. MeBtSiHC1 to 65° resulted in an exothermic reaction, after wh‘ich-
the remaining MeBtSiHC1 ( total 16.3 g.) was added and ai"t.er 3 hrs. at 180°
there was obtained 88% Hozsi(CHZCﬂzClleﬂat'Cl)g)ba 148--50(i dao O 9505.
020 1.4650. Similarly were prepd.: 91% o(sxnﬁgcn CH281M2°01)33 b, 171.5-
2.5% 0.9616, 1.45975 84% (CH,CH,CH,S4MaEC1),, b, 109-10°, 0,9651, 1.4610)
82.5% (CH,CH,CH,B16¢,C1),, b, 132-3°, 0.9705, 1.4666; fwem appropriate
::;;2:; silanes, X and HZQ’ finally at 40-50° 10 hrs., gave a m
4y polymer with links of BEScH,cH,cH 251Me ,CH,CH,CN,S1MeBL0, II gave
an oily polymer with links of StNoBtCﬂch;zSﬂhBtO. The other chlorides
gave hard, rubbery poelymers on being hydrolyzed with Hzo as above,

‘ | G.M.Koso 1pof?,
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Alkoxysilanls. XIII. Reaction of siloxanes with alk silenes. New method
- of synthesis of alkaxysilanoa and~siloxanca. ‘
M. G, Voronkov (8ilicate Chem. Inst., Leningrad). Zhur. Cbshchel Khlm. 29,
907-15 (1959). of., 28,2128(1958),
The following starting materials were used to study exchange reasctions of
alkoxysilanes and siloxanes: (MgO) 81. me 4.5°, Y60 1219, dgo 1,088, ‘30
1.3689; (Bt0) Si, b,,) 168,3°, 0.95343, 1.3830; (Pro) 8L b0 107°, o.91182,
1.4012; (1so0-Pro0) St g 185.8°, 0. 8751, 1.38515 (Bu0),3i, by, 150°, 0.89-
o

82, 1.4134} (iso-BuO)‘Si, 1o 127, 0.8857, 1,4068; [(loo) 51] 20 b 5a

l.1222, 1.38063 (MeO) 81503. bl 107°,, 1.1855, 1.3869} [(sto)581] o, b 90

0.9979, 1,3915; (Ev0) 81502. b, 132° » 1.0300, 1,3950; (lto)losi‘o , b 1710 .,
=s 1.3978; [(B£0),810],, m. &°, b, 156°, 1,0972, 1.4016; (Me £510) ., b,so
134.6° m. 64.5°; (Me 2310) ., m. 17.6°, bpgo 175.8°, 0.9561, 1.3968; (Mo~ -
810)5, by, 101°, o 9597, 1.3982; (Me,810),, . , mol.wt. 204700; (Rt £510) 4,
me 14°% byg 122.5°, 0.9555, 1.4308; (Et 5810) ., by 16 °, 0.9636, 1.43353
(Mo 81) 20 b 60 100,4° » 076368, 1.,377¢; (Bt Si) 0, by, 103°, o, 8443, 1.4840;
(Mo 810)481, b1.5 89° » 0.8675, 1.3802; (Me 310) 81u-. L 190° » 0.8500,
1.3879; (Ms,310) 31N, b76° 152.5°, o.ezoo, 1.3849; (nuoazungt) 0, by, 100¢
-y 1.405; Inasiahm, 760 145°, =, 1.4000; lb81(08u)3, bo 114°, o. 8771,
1.4109. Distn. of 29.7 g, methylsiloxane polymer (linear or oycliec) wish
83.3 g S'(OEt) in the presence of 0.,5-1.0 g, KOH gave Ms Sl(O!t) ia
80=6% yield and a 80lid residue of substantially 8102. 8imilarly, liq.
poly~(aimethylsiloxanes) and (iso-Bu0) (51 save 93% Ne 251(0Bu-1s0) .. This
reaction with (Me s1o) 451 and Si(Olt)‘ gave 785 MesSiOBt. lunnrous other
examples are given for such radical exchangs in the presence of EOE. This
Teaction of 37.1 g. (Me,S10), with 208,35 g. (B£0) 451 gave 100% Me,51(0BS) 3
the filtered residue was heated with a little nntaphosphcrio acid in s dist .
app., yielding 42 g. (Bt0)(S1 end a residue of poly-(ethoxysiloxanes), by
110-280°, from whioh hexasthoxy and octasthoxy members were isolated. The
following produets are reported as a result of the nbovo-doscribcd disprop-
ortionation reactions: MisSiOMs, drgg 57.2°, -, 1.3679; NeyS10Bty bygq '503
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0,7573, 1.37423 McSSIOPr; byeo 98.5°, 0.7688, 1,3838; Me,S1(0Ms ), By,
82.2°, =, 1.3705§ Me,S1(0Bt);, bygg 113,8°, 0.8401, 1.3814; Mo 51(0Pr)g,
bygo 1520, 0.8417, 1.3954; (1s0<Pr0)y5iMey, bygo 133°, -, 1.3863; Me Si-
(0Bu),, .bpgo 190.3°%, 0.68431, 1. ‘088; (1ao-nuo)231ub2. a0 172°%, o. eazs.
1.39993 m.2s1(0An)2. LI 225,8° » 0.8444, 1.3133; (1so-nuo) Sigt 2 b76081°°'
0.8455, 1.4130; MeS1(OMs)g, byq, 103.8°, -, 1.3701; llSl(OBt) 5 Prgo 143.5°,
0.8949, 1,3832; (Ibo)481; (Bt0) (81} (Bt0) 81 30} (nto) o;[(nuotastlbjzo;
[ (Bu0) ,81¥e0],84(0Bu)Ne, b, , 165-70°%, -, 1.4155; (u.saz)zo. The probable
scheme of the disproportionation reactions involves equilibria between the

consituents of the reaction mixt., and the base catalyst ions.
Cf.Malatesta, Gaz.Ch.Ital.78,74¢7(1948). G.M.Kos0lapoff.
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Preparation of ketones containing & tin atom 4n x“position relative to $he
carbonyl group. A | _
A+N.Nesmeyanov, I.P.Lutsenkc and S.V¥.Ponomarev (M;V,Lomonosov.Statc Univ,,
Mosoow). Beklady Akad. Nauk SSSR, 124, 1073-75 (1959), Of. 120, 1049(1#38).
Mixing equimolar amounts of Rssnoub and an enol scetate results in an éxo-
thornuo reaction which yioldé an alkyl aoctato.and an Sn~bearing ketone,
the structure of the latter beinrg confirmed by Raman a nd infrared spectra.
Thus 11,8 g, Bt,SnOMe and 5 g. AcOOMS:CH, gave after 0.5 hr. at 50°

MeOAc and 95% Bt GnCH Ac, bg 100,5-101°, nﬁo 1.4991, 4,  1.28785, which

3
\vith H 0 rapidly gave - triethyltin oxide, m. 44°. Similarly were Prepd,?

72% 2-oxocyoloh¢xy1-triothyltin, b, 116-17° » 1.5057, 1.,2872; 78% Pr_S8ne

CHoAc, b 98-100 » 1.4885, 1,1983; 85% BusanH Ac, b 130-329 " 1.48:2
1,1255; and 70% 2- oxooyelohcxyl-tributylt1n, b1 155-56‘, 1.4805, 1.1290,
Attempts to prepare metallate Aol from AcOCH:CHz and RSSnOMc falled as
the expected product desomposes on dista., It 1s pointed out that the
well characterized Bu 3SnCHoAC prepared in this work is different from tho
product of this alleged structure cited by Lsshre et a1 (Bull. Soo chin.
France, No.10, 1204 (1957 )), |

G.M.Kosolapore,
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The ohmotcr of oyclization or puudoionono. A new method of preparatien
of -( =ionone. \
V.A.8mit, A.V.Semenovskil, V,M.Medvedeva and V.F.Kucherov (N.D.Zelinskii
Inst. Org. Chem., Mosoow), Doklady Akad, Mauk SSSR, 124, 1080-82 (1959),
The oyol 1zation of psoudoionono under the inrlucnoc of 100% lzm was
studied over the temp. range 60° to -60°, To 15 ml. H;30, was added 10 g.
pscudoionbno_dissolnd in 20 mil, NeRO, with stirring and'thc mj.xturq
| was stirred 3-300 min., after which it was quenched in ice-water and petr,
ether. The product, after being washed, was fractionated, The isozeric
forms of ionone were estd. by their ultraviolet absorption spectra. At
=602 the product is dlmost devoid or;—'; -iononc'cvon for long runsj at -40‘
either 1somer ocan predominate dopcnding on the Quration of the reaction
(prolonged run gives 89% [3-1‘orm, short run - 72%z'<»rorm ) and at this
- temp even 95% lzso may be used. At higher temp. the formation of -ionou
rises rapidly at at 10° almost no&(-ionom is formed regerdless of the
contaot time. Decreased amount ot H 80‘ ( squimolar) tends t.o increase
the content of the V{-isomer in the produet, but increased amount of lzm
boyond 6:1 molar ratio doos not produce any significant changes. ludcntly
c){ «ionone is the primary oyelization product and this isomerizes to /<5'-torn
especially rapidly at elevated temp. (almost no reastion osours at -60°),
The isomerization is repressed when only 1 mole 1380 4 is used for meole
of reactant. EzP0, or 80% nzso 4 8T® incapable of inducing the 1somerizatien:
G.M.EKosolapoff,
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Polarography of coppcrp(-alaninato. 6/\,7/6«“‘

B.A.Meksimyuk and G.S.0insburg (1st I.P.Pavlov Med. Inst., Leningrad ).
Doklady Aked, Nauk SS88R, 124, 1069-70 (1959). |
Polarographic behavior on dropping Hg electrode was studied for both forms
of Cu alaninate (cf. Goldbraikh, Zhur., Neorg. Khim, 1, 1739 (1956)). The
study made in O,1N X,S0  background elsetrolyte ‘with gelatin maximum suppr=
essor and mgrourous sulfate anode, the half-wave potentisls of the needle
.and the plate forms of thq salt were found to be different} ‘the needle form
has more poss roduction'potontial, tho‘ actual values being depsndent en
the conons of the salt. The results are shown graphically. It is suggested
that the ngedle form may bi thg cis isomer., The halfwave potcntiali of Cu
glyoine salt are more negative t.hnn those of the Cu alaninate and with the
two substg/n«s having similar instability constants thisl indicates that
the glycine ulf has the lower speeific adsorption. Both forms of Cu
salt of glycins and the plate form of the alaninge salt show a shift of the
halfwave potintial to the more pos. direstion at relatévely high comon.
at 50°%; at low conens. the halrwavi potentials at 20° coincide with those
at 50°, The needls form of Cu alsninate shows such a coincidemce overcthe
entire extent of the potential-conon. curve.

| G.M.Kosolapoff.
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Bffeot of composttion and the conditlions of thermal treatment on the
struoture and the catalytic activity of Al;0x=2ZrOp catalysts.
A,M.Rubinshtein, V.A,Afanas'ev, V.M.Akimov, N.A.Pridbytkova and K.I.Slovets-
keya (N.D.Zelinskii Org, Chem, Inst.,, Moscow). Doklady Akad., Nauk 8SSR, 12(.
1076=79 (1989) Of. Izvest. Akad, Nauk SSSR, Otdel. Khim. Nauk 1959, 8l4.
The kinetic data on the behavior of Alaos-ZrOa catalysts in decompn. of
i30-PrOR are shown graphicelly in relation tc the mode of treatment and
the compn. of the satalysts. These catalysts were active at 250'. while
pure Zr0p begins to funetion only at 300°. About 15 mole % Zr0, is the
optimum eompn. of the eatzlyst. The satalyst eomponents, even arfter heating
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400-750° show in their Xeray Aiffrection patterns the ‘dis‘tinot taatu:qut
of individual 7-A1205 and Zroz; no so0lid solns, are formed. The best
catalyst activity 1s found for specimens heat treated at about 6009,
| G.M.Kosolapoff.
N
Orjorne
Oxidation of nebutane in aoctio acid solution by air undér pressure.
‘M.B, Iurman, AJD, Shcstak:ova, I.L.Arest-Yakubovich and N.A Lyubitsina.
Doklady Akad,Bauk SESR, 124, 1083-84 (1959).
Kinetic curves are shown for the air oxidation of butane under 60 atm,
at 150-165°, with yiold curves being shown for ltOAo. MeCOBt and AoON.
The latter was used as an inert solvent for the ruotion which was run
in stesl au’coclave with a T1 liner. Co stearate catalyst was used at 00,0188
conen, relative to the solvent weight. The duration of runs was & hrs.
and various rates of air flow wers employed to give the kyinotic data.
Temps. above eritical were found to be most desirable as they gave the
higheat yields of AcOH end the use of the catalyst is deairable for the

gsame reason, All numerical data are in graphical form,

G. M. Kosolaporf.
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Bynthesis of organomercury compounds from hydrazones. 2. Reaction of
hydrazones of aldehydss and ketones of the alicyclic and thp‘aromatio
series with merouric aootato. ﬂ' ,

A+N.Nesmeyanov, O.A.Reutov, A.S.Loseva and M;!a.xhorlina (ILY.Lomonolov |

- State Univ., Moscowd, Izvest., Akad. !]auk 8SSR, Otdel. Khim., Nauk, 1989,
50-61, Cf. this J. 1958, 1315, = B

To 28.5 g.'ﬂg(ako)z and 1 g. Cu(OAo)%\in 250 nl.‘lao at 90° thorolwna
added dropwise § g. oyclohexanons hydrazonej the exotheramic reaction
produced N, and Hg (OAo) and finally Hg. The filtered soln. was ceoled |
yielding 1 g. 1-aootommnri-1~cyoleh¢xon¢. m. 116-16,5° (‘ from MeOR )e
The filtrate treated with KOl gave 5 g 1-ohloromcrcur1-1-oyalohcx'nno.{I).
me 191-929 ( frcm MeFh ). Similarly; KBr gave l-bromomsercuri-l-esyclehexens,
m, 174-75° ( from MePh), while XI s.imilarly gave l- 1odourour161-eyolohu~
ene, m, 177-78° ( from MePh ). I (. 5 go ) in 10 ml. ltOH was trcatod

with 8 2 g+ NaOK in 65 ml, H,0, mixed with 5 3 g SnCl, in 43 ml, 1801

Hg pptd. immediately and an unploasant odor developed} after bcing ‘hakin
1 hre in the cold, the mixture wes extd. with Bt 20 yioldlng 86%: bu—\;-

o 170° ( some decompn,)j with dil. BO1 it gmp 1.
Heating I with ooned, HCl on atoam beth gave HC1 and oyoﬂohcxcnn. !f\thl

cye lohcxonylureury,

reaction wixture of cycloh.xcnn and Hg(Cio), s kept 2 dnys in lao.
filtered and treated with KCl, there is formed 90% l-ch_loromo:our;qul
hexanol, m. 151-852°, To 42.6 g. Hg(OAc) o Suspended in 200 ml. Q6l$ ;;t__hcvro
was added at 70° dropwise 5 g, 'oy’olohoxanono hydrazone ,&Ln 50 mli %’6 end
the mixture was filtered after 10 min., and evapd, at yoom tomp. yﬂolding
a red oil of l—aoctoxyol-aootozyurcur1oyolohcxanofxwhhah docompoﬁqd on
standing and evolved Hgg alkall decomposed it rapidly tfo Ig and oyc}@lmo
nonej alc. CaClp gave 1-aootoxy-1oehloromrour1oyolohct;no. . 1017&‘(!8.
( from Btp0)« IX with oold, alo. KOH gave Hg and oyolohbxanom,. ho&&
as the dinitrophenylhydrazone. koaotion of 25.3 ge BgWAo)zxaM 5g

4-methyloyclohexanone hydrazone 1a Hg0 1in the prnon/o .qr b gn Ou(OAo)g \
gave arter the above-described treatment, using agq. ’t’c1,.«‘ 1.6 g. 4-uthyl
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luchloromirour1oyolohoxcno. nme 17171,5° ( from MeOH ). If cu(ﬂAofz is
omitted and the reaction is run in MeOH, the final treatment with KOl gave
4-mbthy1-1-methoxy-1,z-bis(ehloromarduri)~cyclohexaho; dec. 130-40° (from
‘CEcla-HnOH), which is decomposed by KON to Hg and by HCl to NgCl and 4-
, lnthylcyclohcxancno. From 37.9 g. He(eAc)z, 250 ml. C Hy and 5 g. above
hyirazone there was rormnd after riltration and avapn. 9.3 g. 0oily 4-methyl-
1-aoetoxy~1-:;;:::;arcuricyolohezant. whioh yields ng(OAo) with ltandlng.
while elc., KOR decomposes 1t to Hg akd 4-methylcyclohexanons} trcatod wish
10%» KC1 it gave 4~mothy1-1-acetoxy-l-chloromarcur1oyclohoxano. m. 159-60°
This with ale. KOH gave the original ketone in the cold. To 50 g. 85% lhli
hydrate end a little Ba0 there was added 50 8¢« cyoclopentanone, stirred 2
hrs. and extd. with Bt 0 yielding 87% c¢yclopentanons hydrazone, b «50-61‘
by 90-91°, dy0 1, ooso, nso 1.5083. This ( 5 g. ) was added at eo° ve 32 g,
Eg(OAo) in B;0, &as above, and after removal of the resulting Eg, the
cooled riltrate was treated with KCl yielding 3 g. 1,1'~bis-aymimohiore=
merouridicyclopentyl ether, dec. above 120° ( from aq. Ms ,C0), which
dscomposes rapidly in llight and moisture. With alo. KOR this gave Iq;dnd‘
oyclopqntaﬂ%na. isolated as the dinitrophonylhydrazono.zIr ﬁho nbovii
‘Prepa. is run in MeOH, the Pproduct 1is l-mothoxy-l-ohlorom.rourioyolopontan..
a colorless 80l1id, whioh d‘compos‘s in air and light. Reaction of camgl.m
hydrazone with Eg(OAo)a as above in CgH; gave an oily l l'-di(aootoxynnrb\
ouri)divornyl ether, which is decomposed by ale. KOH or HCl; the oll 4
decomposes at 100° yielding Hgj treated with ale. CaCly it gave 1,1'-
di(ohloromersurg)dibornyl nthtrfx:f)lssoss ( from ltgo). which wi&h oonod,
KOH gave camphor, while heating with conod. HCl gave Bornyl ohloridt. Iz
was also foramed in 98% yiseld from Hg(OAo)g and canphor ‘hydrazone 1:»0014.
after treatment with CaCl, as above. Use of excess EB(OAo)z in' the rllottcn
with ocamphor hydrazone in H,0, and treatment with 10% KXC1, gavcuij g’FL
tetrekis~(chloromerocuri)dibornyl ether, dec. 210° ( rrom aq. lngoo). N
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